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GENERAL INTRODUCTION 


American Chemical Society Series of 
Scientific and Technologic Monographs 


By arrangement with the Interallied Conference of Pure and Applied 
Chemistry, which met in London and Brussels in J uly, 1919, the American 
Chemical Society was to undertake the production and publication of 
Scientific and Technologic Monographs on chemical subjects. At the 
same time it was agreed that the National Research Council, in coopera- 
tion with the American Chemical Society and the American Physical 
Society, should undertake the production and publication of Critical 
Tables of Chemical and Physical Constants. The American Chemical 
Society and the National Research Council mutually agreed to care for 
these two fields of chemical development. The American Chemical 
Society named as Trustees, to make the necessary arrangements for the 
publication of the monographs, Charles L. Parsons, Secretary of the 
American Chemical Society, Washington, D. C.; John E. Teeple, Treasurer 
of the American Chemical Society, New York City; and Professor Gellert 
Alleman of Swarthmore College. The Trustees have arranged for the 
publication of the American Chemical Society series of (a) Scientific and 
(b) Technologic Monographs by the Chemical Catalog Company 
(Reinhold Publishing Corporation, successors) of New York City. 

The Council, acting through the Committee on National Policy of the 
American Chemical Society, appointed the editors, named at the close 
of this introduction, to have charge of securing authors, and of consider- 
ing critically the manuscripts prepared. The editors of each series will 
endeavor to select topics which are of current interest and authors who 
are recognized as authorities in their respective fields. The list of mono- 
graphs thus far secured appears in the publisher’s own announcement 
elsewhere in this volume. 

The development of knowledge in all branches of science, and espe- 
cially in chemistry, has been so rapid during the last fifty years and the 
fields covered by this development have been so varied that it is diffi- 
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cult for any individual to keep in touch with the progress in branches 
of science outside his own specialty. In spite of the facilities for the 
examination of the literature given by Chemical Abstracts and such 
compendia as Beilstein’s Handbuch der Organischen Chemie, Richter’s 
Lexikon, Ostwald’s Lehrbuch der Allgemeinen Chemie, Abegg’s and 
Gmelin-Kraut’s Handbuch der Anorganischen Chemie and the English 
and French Dictionaries of Chemistry, it often takes a great deal of time 
to coordinate the knowledge available upon a single topic. Consequently 
when men who have spent years in the study of important subjects are 
willing to coordinate their knowledge and present it in concise, readable 
form, they perform a service of the highest value to their fellow chemists. 

It was with a clear recognition of the usefulness of reviews of this 
character that a Committee of the American Chemical Society recom- 
mended the publication of the two series of monographs under the auspices 
of the society. . 

Two rather distinct purposes are to be served by these monographs. 
The first purpose, whose fulfillment will probably render to chemists in 
general the most important service, is to present the knowledge available 
upon the chosen topic in a readable form, intelligible to those whose 
activities may be along a wholly different line. Many chemists fail to 
realize how closely their investigations may be connected with other work 
which on the surface appears far afield from their own. These mono- 
graphs will enable such men to form closer contact with the work of 
chemists in other lines of research. The second purpose is to promote 
research in the branch of science covered by the monograph, by furnishing 
a well-digested survey of the progréss already made in that field and by 
pointing out directions in which investigation needs to be extended. To 
facilitate the attainment of this purpose, it is intended to include extended 
references to the literature, which will enable anyone interested to follow 
up the subject in more detail. If the literature is so voluminous that a 
complete bibliography is impracticable, a critical selection will be made 
of those papers which are most important. 

The publication of these books marks a distinct departure in the policy 
of the Amcrican Chemical Society inasmuch as it is a serious attempt to 
found an American chemical literature without primary regard to com- 
mercial considerations. The success of the venture will depend in large 
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part upon the measure of cooperation which can be secured in the prepara- 
tion of books dealing adequately with topics of general interest; it is 
earnestly hoped, therefore, that every member of the various organizations 
in the chemical and allied industries will recognize the importance of 
the enterprise and take sufficient interest to justify it. 


AMERICAN CHEMICAL SOCIETY 


BOARD OF EDITORS 


Scientific Series: — Technologic Series: — 
Wi.urM A. NoyEs, Editor, Harrison E. Hows, Editor, 
S. C. Linp, Watter A. SCHMIDT, 


F. A. Lipsury, 
FrepD C. ZEISBERG, 


ARTHUR A. NOYES, EK. R. WEIDLEIN, 
JULIUS STIEGLITZ, C. E. K. MEss, 
F. W. WILLARD, 


Car S. MINER, 
W. G. WHITMAN, 
C. H. MATHEWSON. 





OLD MAN CORROSION 


_ Preface 


The purpose of this work is to summarize the facts on corrosion 
processes and rates. It is inevitable that statements on the facts of corro- 
sion rates will find some disagreement on the part of manufacturers and. 
possible users who hope for better resistance properties. It is, of course, 
often possible to soften bald statements of such a necessarily unpleasant 
and negative action as the corrosion of a metal, but we feel that a more 
useful purpose is served by as fair a statement of actual facts as can be 
given. We hope that critics will realize that this has been our attempt 
even in those cases where our presentation does not agree with what they 
would like to see. 

The data given mostly cover the facts only; they offer no panacea for 
corrosion difficulties. In the present state of knowledge of non-ferrous 
alloy corrosion, it is not possible to give any general methods of prevention. 
The cure in the majority of cases is to use the right alloy in the right place. 
Several cases in which definite improvements have been obtained by modifi- 
cation of metals and solutions are indicated under their proper headings, 
but these cures are hardly general enough to deserve.a section of their own. 
For instance, right at present in such an important case as general corro- 
sion by sea water, we cannot rely fully on the corrosion resistance of any 
metal but fall back on non-metallic protective coatings rather generally. 

We are much indebted to the metal industries of the United States for 
useful data which have been furnished us from their publications and files. 
This indebtedness extends to manufacturers of all the metals listed. We 
hope that the presentation of these data will lead to a sounder and broader 
use of each metal. We are particularly indebted to the International 
Nickel Company, Inc., to its President and Executives for their generous 
forgiveness when the preparation of this work has interfered with our 
duties, and to the technical staff for assistance on many features. 


Rosert J. McKay 
ROBERT WoRTHINGTON 


January 1, 1936. 
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Introductory 


A knowledge of the corrosion resistance of alloys should help to prevent 
corrosion by indicating the proper use of the right alloy. Data from experi- 
ence and test on the action of alloys, under given conditions, form the main 
or second part of this book. This preliminary part attempts to classify and 
explain the economically important points of the theory or mechanism. 
Combination of data from Part II with the general facts of Part I should 
enable the reader to reason for himself on corrosion problems on which 
direct data are not available. 

In this preliminary or theoretical discussion of corrosion we attempt to 
use the theory concept in a somewhat limited sense (The idea expressed by 
“theoretical” and its relation to “practical” is a study in itself). If by 
“theory” we mean a study of how things work as a sound link between cause 
and effect, then it is a very “practical” study. The development of chemi- 
cal and general scientific theory, in the last decade or so, has been so rapid 
that consideration of the theory of things often takes us into concepts that 
are almost abstract or at least so highly mathematical that some time is 
required for even the clearest minds to grasp them. On the other hand, 
without going into abstruse theories, we think it is possible to describe the 
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- way corrosion works based on the simpler and more generally understood 
concepts which have come to be regarded now as “‘facts” instead of “the- 
ories.” This method is followed herein with the belief that it furnishes a 
real guide to procedure in fighting corrosion. 


To illustrate the method we may consider the explanation of the theory 
or mechanism of a sled sliding down an icy incline. The motion is caused 
by the pull of gravity which is great enough to overcome the friction between 
sied runners and the icy surface. The speed is affected by the weight of 
the sled and load, the angle of incline, the frictional properties of runners 
and surface, the dimensions of runners, etc. The major things which affect 
the speed can be explained and classified without going into the theory of 
gravity and acceleration, the theory of stresses on an inclined plane, the 
theory of friction, and of ice crystallization, although all of these enter into 
the problem. The motion is understood better by simply accepting and 
applying the known theories. Such an explanation will, of course, not be 
satisfactory to one who does not accept, for instance, the same theory of 
friction as the writer. 


The engineer or industrial chemist who has the problem of making a 
machine or structure last as long as possible in corrosive conditions, should 
have a general knowledge of how corrosion works but the following of the 
various theories involved to their ultimate end may interfere with his prac- 
tical decisions. 


Thus in explaining and classifying corrosion, we will not delve into the 
theories of electrochemistry, of acid-metal reactions, of oxidation, of dif- 
fusion, or of metal structure, although it is recognized that each of these 
has its bearing on the subject. We will assume certain accepted theories 
as true and we will be subject to the skepticism of those who do not accept 
them. 


In order to present the facts of corrosion in an orderly manner some 
classification is necessary. Several different methods are satisfactory. We 
may use, for instance, a classification based on the corroding conditions, 
such as: air, acids, natural waters, etc. There are certain more or less 
visible or determinable forms of corrosion which are typical of certain cases 
of corrosion and not of others, such as: galvanic action, dezincification, pit- 
ting, etc. These may be used as a basis for classification. The rate of cor- 
rosion has been found to be affected or controlled by certain rate factors, 
such as: temperature, acidity, electrolytic effects, etc., which are present in 
most cases, and corrosion may be classified according to these. Then metals 
have certain properties of direct importance in corrosion, such 2S: solution 
pressure, work straining, etc., and corrosion may be classified according 
to these. Lastly, the metals which are corroded serve as a very practical 
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basis for the presentation of data. This is the method used in the presen- 
tation of the corrosion data in Part II, where data are grouped under: cop- 
per alloys, lead and lead coatings, etc. 

In order to clarify these things the various classifications of the parts 
of the corrosion problem are tabulated opposite. This is done in order, 
following from (1) properties of the corrosives which cause corrosion 
through (2) forms which this corrosion takes, to (3) things which affect 
the rate, to (4) general properties of the metals themselves which affect 
their corrosion, and giving finally (5) the specific corrosion resistance of the 
metals. This gives us an outline for the subject which will be found to 
include the several items which enter into the problem, presenting them so 
that their relation to each other is roughly indicated. This method produces 
the following lists of: (1) corrosives, (2) forms of corrosion, (3) rate 
factors, (4) metal properties, and (5) metals. See Figure 1. 

In these classifications, there are some cases of overlapping and surface 
inconsistency. For instance, in division 2, one may reasonably believe that 
all cases of “pitting” are due to “galvanic action” or to “concentration cells,” 
or in line 3, that “films” are formed by “oxidizing agents.” A complete 
explanation of the different shades of meaning resulting in such inconsis- 
tencies is not considered necessary because if they are accepted in good faith, 
it will be seen that they form a useful framework under which each of the 
subjects listed can be logically described from the standpoint of its rela- 
tion to corrosion. 

Another roughness in these classifications comes from the fact that some 
important concepts as acids, oxidizing agents, films, and electrolytic effects, 
must appear more than once as they are considered from different angles. 
This may entail some repetition of thought but we believe that this repeti- 
tion where it occurs is excusable because, after all, such subjects are so 
important a part of the corrosion mechanism that they cannot be empha- 
sized too much nor understood too well. 

The general form of this work may be considered as based on the fore- 
going lists. This preliminary part, Part I, is based on the subjects in lists 1 
to 4, and the data and conclusions of Part IT are classified according to list 5. 
This method of presenting the data of Part II, was selected rather than 
list 1, Corrosives, because it makes the presentation simpler and less awk- 
ward from the economic angle. To many readers, a classification according 
to List 1, Corrosives, would seem more logical and useful. 

The writers themselves agree that such a presentation would be better 
could it be done. We have found, however, that present knowledge of the 
subject has not reached an ideal enough state that such a presentation can 
be made. If, for instance, present practice in regard to handling any spe- 
cific corrosive is described as correct, then Progressive students who have 
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1. CORROSIVES 
Metals are corroded by several different conditions as listed below: 





2. FORMS OF CORROSION 


F Visual inspection or mechanical examination of the corroded materials usually 
indicates that the corrosion has proceeded according to the following forms: 





3. RATE FACTORS 


Possibly the most important feature of corrosion is the rate at which it pro- 
ceeds. This rate is determined or at least affected in most cases by the following 
more or less measurable factors which exist during the progress of the corrosion. 





4. METAL CORROSION PROPERTIES 


The attack of corrosion on the metals depends somewhat on certain properties 
of the metals some of which are typical of the metals themselves and some of 
which depend on its particular form while corroding. 





5. METALS 


Corrosion takes place on metals and for completeness the classification of metals 
according to their corroding properties or tendencies is given below: 





Figure 1. Classification of Corrosion 
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ideas for improvement will say the practice of tomorrow will be different, 
and that the practice of-tomorrow is the correct one rather than that of 
today. In most cases we find that there are several schools of thought on 
such matters. On the other hand if we take, as has been done, the actual 
data as obtained on the metals themselves, each engineer or industrial chem- 
ist has the opportunity of judging how much these data mean from a prac- 
tical standpoint and can determine for himself a conclusion which suits his 
particular problem. Therefore, although this presentation is not ideal, we 
are convinced, after thorough study of the situation, that it is more practical 
than would be an attempt to come closer to the ideal.* 

In order to bridge the gap practically, reference to the index will enable 
the reader to refer quickly and thoroughly to the data which apply to his 
problem. 


*See also Introductory Statements to Part II, page 99. 





Chapter I 
The Rate Factors 


The many concepts which are outlined in the Introductory Chapter in 
their relation to corrosion each bear a definite relation to all the others, and 
are so intertwined in their effects that it is difficult to separate them for 
description. The clearest method seems to be to first take up the central _ 
group, the rate factors. These concepts seem to be in the heart of the 
corrosion mechanism as the rate itself is the keynote of its economic effects. 

These six rate factors are often all involved in one case of corrosion 
and it is safe to say that more than half of them are involved in every case 
of corrosion. Other factors, of course, often affect the rate but no others 
recur as important factors so regularly as these six. 

In most cases, if consideration is given to these six factors, they will 
lead to a useful diagnosis. They are practical concepts to use for diagnosis 
because they are susceptible of measurement or at least of detection by 
instruments or observation. In any one case, it will usually be found that 
certain of them are more or less predominant and others can almost be 
ignored. They are roughly equal in importance in that any one or any com- 
bination of several may be the controlling conditions in a specific case. 


To consider these factors in order: 


ACIDITY 


The possibility of a metal dissolving by a direct reaction with acid and 
replacing the hydrogen ion by metal ion with production of gaseous hydro- 
gen is obvious. The type reaction in probably its most common form is: 


2 Fe + H,SO,—— FeSO, + H; 


This is one of the fundamental reactions of corrosion, and as such it must 
be thoroughly understood by anyone intending to study the theories. For 
full theoretical discussion of this reaction, the reader should consult the 
standard works on theoretical chemistry. Also Speller ® and Evans * have 
discussed the relations of this reaction to corrosion and much valuable infor- 
mation can be obtained by the student of corrosion in reading these works. 
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This pure type reaction is of more practical interest as combined with 
others than as an independent single reaction because in many non-ferrous 
corrosions where hydrogen is evolved as a gas, as in this reaction, rates 
are so high that they become of academic interest only. In other words, 
the evolution of hydrogen often indicates that, from a practical standpoint, 
continuous contact of that particular combination of corrosive and metal 
is impossible. (Nevertheless hydrogen is evolved in such an important case 
as pipe-line corrosion in acid soil). 

This type reaction is, however, widely active in practical corrosion work 
as a part of the general corrosion mechanism. The physical chemist read- 
ily understands that while the reaction may not go forward itself, its energy 
relations may be such as to form part of a more complex reaction. It is thus 
often like a force, insufficient of itself to lift a weight, but active when suf- 
ficient additional force is applied. 

An understanding of the fundamental ionic definition of an acid *—a 
compound which produces hydrogen ions when in solution in water—is help- 
ful. One of the definition properties of hydrogen ions is their tendency to 
be replaced by a metal; the reaction products being a salt of the metal and 
hydrogen gas. 

The most interesting functions of this acidity reaction, considered as a 
corrosion factor, are in conjunction with other factors, for instance oxida- 
tion. The presence of free acid in contact with a metal, however, must 
always be thought of as a force tending to produce corrosion; it may be able 


to corrode the metal itself or it may be able to act only in conjunction with 
other forces. 


Oxipiz1nG AcEnTs (dissolved air) 


By definition * oxidation is the increase in valency of an element and 
the presence of any oxidizing agent therefore produces the tendency for 
any metal, whose valence is zero to corrode or change to a compound where 
it has a positive valence. This tendency is in the same direction as that 
of the acid reaction, that is to change the metal from the uncombined state 
to a combined state with resulting complete change of physical properties. 
Therefore any oxidizing agent may be considered a corroding agent by 
definition. 

By far the most common oxidizing agent is oxygen of the air and it js 
the greatest corroding agent. Its action is usually either in solution in water 
with or without other chemicals, or at high temperatures. The possibility 
of atmospheric oxygen entering into a corrosive action with the most telling 
effect should never be neglected in considering corrosion, 


the action of even the strongest acids and chemicals, thoug 
dent in otherwise mild corrosives, 


This applies to 
h it is most evi- 


‘ *\ 
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One of the writers ® in an early paper showed that in the case of Monel 
metal and copper in contact with hot sulfuric acid, the rate of corrosion was 
increased sixteen-fold when the acid was saturated with air, as against acid 
washed free from air by means of methane. A retabulation of these results 
is given in Table 1. Specimens moving at a rate of 15 feet per min. were 
immersed in a 6 to 10% sulfuric acid solution at 180° F. 


TasLe 1.—Monel Metal and Copper vs. Sulfuric Acid. 
Corrosion Rate—Mg. per sq. dm. per day 


Washed Air 

Metal with Methane Saturated 
COppeR eet mets Sis tes Pass 43 1070 
Monel “Meétalncit << hos 64 701 


Whitman and Russell ?° determined the effect of oxygen in acid solu- 
tions on the corrosion of common metals and alloys. Selected striking 
results calculated from Whitman and Russell’s figures are given in Table 2. 
Test pieces 13” x 3, surfaced with No. 0 emery were used. The solution. 
at room temperature, was stirred by a gas-distributing device. 


TABLE 2.—Metals vs. Acids, with and without Oxygen. 
Corrosion Rate—Mg. per sq. dm. per day 


Metal Acid Sh ai iat ae Oxygen Saturated 
Mild ’steel’.....'....- 6% Sulfuric 1700 20,000 
IP. 0 ela ee 4% Hydrochloric 1350 13,000 
Gonpetius. 2% oc eee. 4% Hydrochloric 1050 86,000 
‘Tikiai ets a ee 6% Sulfuric 350 43,500 
Nickel \..o.-0.cces.s 4% Hydrochloric 370 27,000 
Monel metal ..... 2% Sulfuric 60 5,700 


> 


No significant acceleration was found in the case of stainless steel and 
aluminum. 

Fraser, Ackerman and Sands ® showed that the effect of oxygen in the 
corrosion of Monel metal by sulfuric acid was “a linear function of the con- 
centration of oxygen, and hence of its partial pressure,—except for con- 
centrations approaching zero.” This is illustrated in Figure 2, as taken 
from the above paper. 

The presence of oxygen, or other oxidizing agent, may have exactly the 
opposite effect from that illustrated. It may produce a cathodic or passive 
effect and thereby reduce the corrosion rate. This effect is noted particu- 
larly on certain metals, as for instance, aluminum and stainless steel. It is 
also more liable to occur with certain acids and oxidizing agents than others. 
It has been noted on steel and nickel in sulfuric acid and on bronzes in mine 


aS eae ail s “ a 


+ Rts 


22 CORROSION RESISTANCE OF METALS AND ALLOYS 


waters. A graphic representation of this effect is given in Figure 3, which 
shows the startlingly contrasting results obtained by adding air or nitric acid 
to sulfuric acid in contact with 18-8 stainless steel and Monel metal. 
», This apparently paradoxical behavior of oxygen and other oxidizing 
: agents is not in disagreement with the chemical facts. The means by which 
oxidizing agents accelerate corrosion is through the cathodic part of the - 
basic corrosion reaction given above. The mechanism and inherent har- 


mony of these two effects is apparent when the electrolytic factor is analyzed. 


MovEMENT 


Because the corrosion réactions take place on a surface, the contact zone 
between the metal and the corrosive tends to change in concentration imme- 
diately when corrosion starts. If the products of corrosion have any effect 
in later reactions this change in concentration may change the entire course 
of the corrosion reactions since this relative concentration change is very 
large. Movement of the solution will bring the concentration back to its 
original value or near it, depending on the relative rate of movement and 
corrosion. If the movement is relatively swift, it may prevent the forma- 
tion of either the massive type or the thin cathodic solid films which would 
otherwise change the course of corrosion. 

Where the concentration of corroding agent is low, its concentration in 
the contact region will be changed considerably by the progress of corrosion 
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and in this case movement allows corrosion to proceed where it might other- 
wise be quite slow due to low concentration. Since the most widely dis- 
tributed corroding agent, oxygen, is very sparingly soluble in water and 
solutions; it is usually present only in low concentrations. It is rapidly 
removed from solution by corrosion. So it follows that the movement of 
solution is almost the determining factor of the amount of this most widely 
distributed agent which reaches the surface of metals. Movement also has 
a determining effect through its action on concentration or solution cells. 
High rate of movement tends to prevent the formation of such cells while 
a low rate tends to produce them. 

Thus it is seen that while movement only acts indirectly through the 
other factors, it produces as widely variant a series of results as any other. 


ELECTROLYTIC EFFECTS . 


One of the most characteristic phenomena of corrosion is its tendency 
to localize. A common observation of a corroded surface is its roughness 
and on the other hand seeing a rough metallic surface, a very common 
deduction is that it has been corroded. This tendency to roughen, corrode 
locally, and pit is often due to electrolytic effects. Where one area is cor- 
roded to the exclusion of others the cause is usually electrolytic corrosion. 


By the now universally accepted electrochemical reasoning on the mecha- 
nism of chemical reactions, any reaction including the corrosion reactions 
may be divided into two parts which may be called anodic or cathodic accord- 
ing to whether the electrodes absorb or give up electrons. For instance, in 
the reaction between iron and*sulfuric aid, we can say that the anodic part 
of the reaction is the solution of the iron as ferric ion which is accompanied 
by the giving up of electrons to the electrode. The cathodic part is the 
hydrogen ion going out of solution becoming hydrogen gas with the absorp- 
tion of electrons from the electrode. The combination of the two is the 
replacement of hydrogen in solution by iron with corrosion of the iron and 
evolution of hydrogen gas. This reaction may take place at one point, the 
hydrogen appearing where the iron is corroded and then the reaction is a 
simple chemical or electrochemical reaction. But in a highly conducting 
acid solution and on the surface of an iron plate of appreciable thickness 
so that the electricity may be conducted easily (electrons pass freely) there 
is little to hold the reaction together and if something occurs which makes 
it easier for the anodic and cathodic parts to take place at different points, 
this is very prone to happen. Where reactions occur which are more com- 
plicated than the above example, there are many conditions which may 
cause the reaction to take place in two parts. The two commonest are men- 


tioned here. 
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The one which has been longest understood is commonly called galvanic 
action, due to the presence in electrical contact of two metals of different 
tendency to go into solution. This may occur by difference in composition of 
an alloy, physical non-homogeneity of a single piece of metal, or by electrical 
contact between two entirely different metals. 

The other which has been demonstrated only in recent years has been 
called concentration cell action and is due to the presence of the active cor- 
roding material in different concentrations at adjacent areas on the surface 
of homogeneous metal, or the adjacent presence of two different corrodents. 
Since this latter phenomenon was first described * it seems to clarify more 
and more of the previously obscure corrosion phenomena, and it now appears 
to be a factor even more important than the more familiar galvanic effect. 

Whatever the mechanism of the separation of the two parts of the reac- 
tion, the electrolysis is the factor which most often determines the place at 
which corrosion occurs. It does not, however, change the fundamental 
reactions by which corrosion occurs and it is itself tremendously affected 
by all the other principal factors. 


SoLip FILMS 


The whole corrosion reaction takes place on a surface. When the 
reactions of corrosion supply a product which is insoluble and which can 
form a solid impermeable film or a film which has any properties which are 
appreciably different from those of the corrosive solution, such a film has 
a tremendous effect on corrosion. 


Films are roughly divisible into two groups according to their properties 
and effects. First, the easily visible films of corrosion products which are 
insoluble in the solution. These are usually easily permeable by water but 
sufficiently dense to considerably cut down the flow of fresh corrodent to 
the metal. These films may cause corrosion to slow up to a certain extent 
by retarding contact of the corroding solution with the metal. On the other 
hand, their action is often deleterious in speeding up corrosion in certain 
areas by electrolytic concentration or solution cell action and in atmospheric 
corrosion by causing the retention of moisture. They are liable to be non- 
uniform or even discontinuous and when this is the case they allow the 
active solution to come into easy contact with the metal in certain areas 
while partially screening it in others. This is an ideal way of producing 
electrolysis. The part under the partially permeable film usually beac 
anodic and pitting or local corrosion commences there while that part which 
is exposed is cathodic. The corrosion produces more of the same type of 


film which strengthens the electrolytic cell and thus the deepening of the pit- 
ting is self-sustaining. 
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These films may also contain corrosion products which are slightly sol- 
uble in the solution so that they are in themselves corrosive. When present 
in atmospheric corrosion, they may be hygroscopic and by retaining mois- 
ture at humidities in which the metal surface would otherwise be dry they 
will increase the corrosion rate many times. 

The second class of films is the cathodic or passive film. Their prop- 
erties have been studied and classified by several competent men. U. R. 
Evans * was the first to give these films concentrated study and to explain 
how they act in corrosion. They have the same effect as the cathodic part 
of a concentration or solution cell in that they allow electric current to pass 
into the metal (the metal giving up electrons) but prevent or resist passage 
of ions thus preventing the flow of current in the other direction. The films 
are believed to thoroughly cover the cathodic areas in the type of corrosion 
which Evans calls the Differential Aeration Cell, and where they are absent 
the metal is anodic and is corroded. In the nature of their action they must 
be thinnest where they are most protective and this explanation is proved 
by observation because the films are so thin.as almost to resist measure- 
ment when their protection is complete. E. C. Hedges * has compiled a 
wealth of data and proof of the composition and detailed properties of these 
films. They are principally oxides which have certain unusual properties 
associated with the thinness of those which are most protective. They may 
vary somewhat in composition and have varying effects on corrosion rates 
(See also Chapter 1V—Oxidation Passivity). 


TEMPERATURE 


Temperature is one of the controlling rate factors in all chemical reac- 
tions. It thus enters into every corrosion reaction by speeding up the natural 
rate of reaction as the temperature rises. This speeding up may be closely 
parallel to the energy relations as they affect the rate of reaction but it is 
more usually affected also by other factors so that its effect may be greater 
or less or even opposite. Rise in temperature increases ionization and 
increases the mobility of all reacting bodies. It increases diffusion rates 
and lowers viscosity. . 

Temperature difference may have an important effect through its effect 
on films. Films that form at one temperature may not form at another. 
Change in solubility of the films may be so great that those formed at one 
temperature may dissolve at a higher one. Local differences in temperature 
may set up electrolytic cells which may be considered either galvanic or con- 
centration cells.’ 

The change of rate with temperature is usually in line with the ordinary 
limits of reaction velocity (say double to four times the rate for a rise of 
50° F.) or it may be many times this or be negative in effect when it causes 
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such powerful secondary effects as the removal or production ‘of protec- 
tive films. 
EXAMPLE 


As an example of the operation of some of these rate factors, consider 
the action of sulfuric acid on a copper tank. Assume a closed cubical tank 
one meter each way. The area of the tank inside is six square meters and 
it will hold 1000 liters of acid. If air-saturated 2% acid is put in the tank 
at about 140° F. corrosion will start at a rate of 1000 mg. per sq. dm. per 
day. Copper will be dissolved at the rate of 600 grams per day and if this 
rate were continued a tank 3” (.32 cm.) thick would disappear in about 
9 months. 

However, if the acid is put in and the tank completely closed to air con- 
tact the air would all be removed in a short time. About 10 grams of metal 
would be dissolved and then the reaction would stop from lack of air and 
the tank would last indefinitely. If corrosion proceeded at the initial rate 
the air would be exhausted and corrosion would stop in 25 minutes. 

If the hot acid were run through the tank at a fairly rapid rate the tank 
would be ruined in less than 9 months as above. If the temperature were 
room temperature, say 60° F., the same reaction would require about 36 
months. If the air content were reduced to that ordinarily present in acid 
contact with metal the time would be 5 years and if there was practically 
no movement of the acid it would require 15 years for complete solution. 
In actual practice films of solid corrosion products would probably form 
which would induce concentration cells and possibly galvanic cells. Failure 
from this cause might occur in a few weeks or be delayed for years depend- 
ing on more or less chance distribution. 
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Final Failure 


SOLUTION CELL CORROSION 


The areas at junctions between wires are mechanically protected while 


the adjacent areas are in free contact with the corroding solution. The 
junctions become anodic and corrode. 
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Chapter Il 
Forms of Corrosion 


Examination of metals during corrosion or after it has occurred may 
indicate much about the cause of the corrosion and why it continues. . It 
should include macroscopic examination of the surface with the corrosion 
product in place and also after the corrosion product has been removed. This 
should indicate in most cases the general “form” of the corrosion; that is, 
whether it has been a direct chemical action, a pitting, galvanic action, con- 
centration cell corrosion, dezincification, or corrosion cracking or corrosion 
fatigue. Of course, several of these effects may take place at the same time 
but it is usually the case that where failure has occurred it is directly attrib- 
utable to one of these forms with possibly some help from a second. Each 
one of these forms is accompanied by typical signs which are not difficult 
to read with a little experience. These signs will be described in connection 
with a discussion of each form. In making laboratory or service tests it is 
always desired to make a diagnosis as rapidly as possible. It will often be 
a matter of some difficulty of judgment to decide which one of the various 
forms which exhibit themselves in the early stages, is the one which will 
cause the final failure. Many of the mistakes which are made in evaluating 
corrosion tests are due to failure to make such judgment correctly. For 
imstance, it is a mistake to assume one metal better than another or one con- _ 
dition less harmful on the basis of loss of weight, which is a good measure 
__ of direct chemical corrosion, if the final failure is to be by pitting rather 
than by direct chemical corrosion. This holds true for each of the forms 
considered. Each has its own measure and the correct one must be selected 
from the five others to judge values correctly. 


Direct CHEMICAL 


There are a large number of chemical reactions in which a pure metal 
may take part where the end products are non-metals. Each of these myriad 
reactions will produce corrosion if allowed to proceed at the surface of a 
metal. There is no more mystery about why and how they will proceed 
than there is about why and how any chemical reaction proceeds, with 
the exception that the space arrangements are far from being as perfect 
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as in a simple chemical reaction like pouring the solution of one reactant 
into the solution of another. The engineer who is interested mainly in 
corrosion rate and design to resist it can well accept the theories of the 
theoretical chemist on the one hand and of the theoretical metallurgist on 
the other as to the mysteries of these reactions, and for a true understand- 
ing of the corrosion problem simply be sure that he understands how the 
accepted theories work together to produce the particular corrosion being 
considered. 

When a metal is in contact with one of these many reactants with which 
it may combine to form a non-metal or to precipitate another metal, cor- 
rosion will proceed at a rate determined by the combination of “rate factors” 
described above. If none of the other “forms” is present, we then have the 
simplest and the most fundamental kind of corrosion. The action is rela- 
tively uniform over the whole surface of the metal and proceeds at a fairly 
uniform rate as the metal is corroded. 

The appearance of the surface of the metal being corroded in this man- 
ner will be relatively smooth but obviously “etched.” The color of the sur- 
face will be the same as that of a freshly ground surface of the same metal. 
This surface appearance is an indication that the corrosion is of the direct 
chemical type unless other signs are present as described later. 

A common example of this type of corrosion is the action of a good 
pickling solution on any metal. These solutions besides dissolving or other- 
wise removing the oxide will leave the metal surface itself etched clean 
and smooth. | 

The loss in weight of the metal per unit of surface per unit of time is 
a good easy method of determining the rate of this type of corrosion. 

The most common condition causing this type of corrosion is an acid 
solution in contact with the metal. Oxidizing agents in the solution may 
speed up the reaction without introducing other forms of corrosion if they 
are not present in too high relative concentration or activity. If any solid 
corrosion products or other surface films are formed they will interfere 
with the uniform action and if conditions tending to produce measurable 
electric currents are present they will localize the corrosion. Although, 
under such conditions, the direct chemical action may still go on at an 
undiminished rate, the local corrosion is likely to be the most serious cause 
of failure. Measurement of the weight loss will only serve to measure the 
corrosion if localization happens to be also measurable or uniform for the 
existing variations of time and conditions. 


PITTING 


Corrosion is often localized in well-defined areas and where such areas 
are relatively small as compared with the whole metal surface, they are 
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spoken of as pits. A pit is usually distinguishable by a relatively sharp or 
well-defined boundary around part or all of its perimeter. This may be 
just a sharp change in the direction of an otherwise level surface but the 
boundary is more usually a wall which approaches the perpendicular to the 
surface and in many cases it may be undercut or so irregular that the surface 
or intermediate parts of the wall extend out well over the bottom of the pit. 
Intergranular pits may extend in a honeycomb shape like the complicated 
caves of a limestone region. 


Pitted metal commonly has a speckled or irregularly dotted appearance. 
Pitting is usually accompanied by the formation of solid corrosion products 
which are usually irregular in appearance with probably the thickest sec- 
tions over the pits. A dotted appearance of the corrosion product or a 
surface with well defined irregularities is liable to be an indication of pits 
underneath. When the corrosion product is cleaned off it will often have 
a tendency to cling in the pits even to a greater extent than would be expected 
from the purely mechanical difficulty of cleaning out such a confined space. 
An otherwise clean uniform surface may contain pits which are full of 
adherent corrosion product. 


Pitting as a general head is allied very closely with other subjects in this 
outline; these subjects are indicated below and the reader should refer to 
them for a more complete description of the relation of each to pitting. 


Pits may be formed by a protective corrosion product which partially 
covers the surface so that certain areas are exposed to repeated action of 
the corroding agent. Pits occur on the exposed areas. While this action is 
not unusual and is easily diagnosed, it is not one of the most common causes 
of pits. 

The second cause in practical importance is probably the presence of 
inhomogeneity in the metal. If the metal contains inclusions of a more 
easily corroded metal, the latter may corrode galvanically or directly at a 
more rapid rate and so form a pit. If there are inclusions more cathodic 
than the body of the metal these inclusions induce pits in their neighborhood 
galvanically. If there are inclusions permeable to moisture or otherwise, 
such as to leave a pocket which can contain corroding agent different in 
composition from the body of the corrodent, concentration or solution cell 
pitting may occur. 

This latter most common form of pitting may start as an inclusion or 
may start from exterior factors. Because it is usually self-perpetuating 
rather than decreasing in intensity by its own action, like the other forms 
of pitting, it is probably the most destructive. It is more fully described 
under its own heading and the reader is urged to study that part carefully 
if he wishes to really understand the pitting phenomenon. 
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A fourth cause of pitting is inhomogeneity existing in the metal from 
some other cause than inclusions. This may. be uneven distribution of 
strains, particularly such strains as cause near or incipient parting of the 
metal, or dendritic or granular segregation of the constituents. While this 
cause may not be as widely distributed, if all corrosion is considered, as 
some other forms, it is of extreme importance where it does exist and in 
environments where it has been found to occur it should always be looked 
for carefully as the tendency may exist with little obvious or measurable 
indication. 

Pitting is measured by actual micrometer measurement of the pit depth 


with an instrument having a properly shaped tip, or by a calibrated high ~ 


power microscope focusing on the surface and then on the pit bottom. 
Qualitative measurement may be made by examination of properly pre- 
pared sections or by the x-ray. Weight loss is of little help and tensile 
tests may be somewhat misleading though they do give indications in the 
proper direction. This most destructive form of corrosion is possibly the 
most difficult of experimental evaluation. 


Two-METAL GALVANIC ACTION 


The first-discovered and simplest mechanical form of electric cell con- 
sists of two metals connected with each other and immersed in a single 
solution. The result is well known. The action of the cell depends entirely 
on the different chemical properties of the two metals. The term has been 
broadened by some physical chemists to include cells wherein the presence 
of different solutions affects the results. In corrosion literature, however, 
it has been the practice to limit the term to its original meaning which does 
not include solution differences and to call cells caused by solution differ- 
ences concentration cells.* ; 

It should be noted that the concentration or solution cell produces the 
-same effects, in many cases, as the two-metal galvanic cell. The two forms 
are interdependent and in the more detailed discussion under ‘“Concentra- 
tion or Solution Cells” their relation is described. 

1. Definition: Two-metal galvanic corrosion is rapid corrosion of a 
metal due to its being electrically connécted to another metal in corrosive 
conditions. The cause is the difference between the individual tendencies 
of metals to be acted on by (combine with) corrosive materials. By certain 
arrangements this difference in tendency of two metals to corrode can be 
measured in volts. This voltage of the cell is the driving force behind 
the corrosion. 

2. Galvanic Series: Arranging the metals according to their tendency 
to corrode galvanically results in the following approximate order. 


* The. appropriateness of these terms is discussed further under the concentration cell heading. 
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Note that this is not an “Electrochemical Series” but, due to the funda- 
men*al chemical affinities, that it has some general analogies with the “Elec- 


trochemical Series.” 


Corroded end (anodic) 


Magnesium 
Aluminum 
Duralumin 


Zine 
Cadmium 


Iron 

Chromium iron (active) 

Chromium-nickel-iron 
(active) 


Soft solder 
Tin 

Lead 
Nickel 
Brasses 
Bronzes 


Nickel-copper alloys 
Copper 


Chromium-iron (passive) 

Chromium-nickel-iron 
(passive) 

Silver solder 

Silver 

Gold 

Platinum 


Protected end (cathodic) 


This series is built upon actual ex- 
perience with corrosion and labora- 
tory measurement. Metals grouped 
together have no strong tendency to 
produce galvanic corrosion on each 
other; connecting two metals dis- 
tant on the list from each other 
tends to corrode the one higher in 
the list. Voltage figures are not 
given because these vary with every 
new corrosive condition. Relative 
positions of metals change in many 
cases but it is unusual for changes 
to occur across the spaces left 
blank. The chromium-irons and 
chromium-nickel-irons change po- 
sition as indicated depending on oxi- 
dizing conditions, acidity, and 
chloride in solution. The series as 
it stands is correct for many com- 
mon dilute water solutions such as 
sea water, weak acids and alkalies. 


The above series shows the tendency to corrode, but actual galvanic cor- 
rosion takes place only when current flows. To allow current to flow cer- 
tain conditions are necessary as follows: 


3. Conductivity. The circuit must be complete through conducting 
metals and solutions. Metals are usually good conductors and allow easy 


passage of current, but serious resistance may develop in the solution and 
in the metal contacts. Distilled water and air are such poor conductors 
galvanic corrosion is unusual in them. The presence of slight impurities 
and salt in water, as in ordinary tap water, makes it sufficiently conducting 
to produce some galvanic corrosion. Stronger salt solutions, as sea water, 
are good conductors, and concentrated solutions of salt and chemicals, par- 
ticularly strong acids and alkalies, are very good conductors, and galvanic 
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corrosion is common in them. Current may pass short distances through 
damp films of corrosion products or condensed moisture. 

Metal contacts in ordinary types of metal seams are good enough to 
allow galvanic corrosion to take place. Accumulations of dirt or corrosion 
products may slow up the corrosion. This has occurred in bearings. Joints 
may be insulated by rubber, fiber or wood so as to prevent galvanic action 
completely. Insulation must be absolute and not allow any metal path for 
the current. 

4. Contact Surface: Galvanic action often produces gases (hydro- 
gen) and corrosion products which prevent contact. Rapid flow which 
removes these impediments or chemicals which react with them increase 
two-metal galvanic corrosion. (Stagnation may produce solution concen- 
tration cells which are as active as the two-metal cells.) There are many 
changes which take place at corroding metal surfaces when current flows. 
Formation of hydrogen gas at the protected surface is common, also for- 
mation of insoluble protective films on either protected or corroded surface. 

Interference with passage of currents by such films or by chemical] 
changes is called polarization. Chemical changes take place in the contact 
films of solution, sometimes lowering its conductivity and sometimes pro- 
ducing independent currents which may oppose and reverse the origina] 
one. These changes usually oppose the original effect. These effects are 
some of the most important factors governing galvanic action but are toc 
complicated to describe fully here. 

5. Proximity: Surfaces must be close together. Where sheets meet - 
at an edge all galvanic corrosion will be close to the seam, except in electro- 
lytes of the highest conductivity. 

6. Large Cathode Area: A large area of protected metal produces 
more rapid corrosion on the metal corroded. Small anodes are rapidly cor- 
roded. In good conducting solutions a steel rivet in copper or nickel alloy 
sheet is rapidly corroded but a copper or nickel alloy rivet in steel sheet wil’ 
produce little corrosion except at the contact. 

7. High Voltage: Large differences in voltage, 7. e., distance fron 
each other in the series list, tends to produce more rapid corrosion, but thi: 
effect is liable to be masked by 3, 4, 5 and 6. 


CONCENTRATION CELL or SOLUTION CELL. 


This type of corrosion has come to be accepted in a somewhat limited 
circle of engineers and corrosion students as one of the important “forms.” 
In the experience of the writers and their colleagues it has been of much 
value in diagnosing and preventing corrosion. However, it has not had such 
complete experimental study and description in the literature as has, for 
instance, the galvanic cell or the “differential aeration” (or film) cell, , 
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therefore seems necessary to assign rather more space and emphasis to it 


in this work than its relation to the other “forms” of corrosion would 
watrant. 


Electrolytic vs. direct chemical corrosion: Corrosion may take place 
by direct reaction between the metal and the solution in contact with it, 
or the corrosion reaction may separate into anodic and cathodic parts which 
may take place at areas separated from each other by finite distances. If 
the reaction takes place without separation, it is called direct chemical cor- 
rosion and if the two parts are separated it is called electrolytic corrosion. 
Whether it is direct chemical or electrolytic, the course of the reaction must 
be in conformity with the known laws of electrochemistry and thermo- 
dynamics. 

The separation of the reaction into two parts happens readily because 
the metal is a conductor. Separation often becomes necessary to the prog- 
ress of the reaction because of the effect of the corrosion reaction on the 
plane of contact. The compounds of the metal formed are often rather 
insoluble and the contact film of corroding agent may become saturated and 
precipitate corrosion products. Thus the solid products of corrosion often 
prevent free contact of the corrosive with the metal soon after corrosion 
begins. But for electrolytic corrosion, it is not necessary that contact be 
made at the same point where metai is corroded. According to the principle 
of the concentration or solution cell the metal goes into solution or com- 
bination at one point when the best contact with the corrosive solution is 
at some other. 


The Relation of Galvanic to Concentration or Solution Cell Corrosion 


When the principles of electrochemistry were still new in their practical 
application to chemical and metallurgical phenomena W. R. Whitney * sug- 
gested the hypothesis which was called for some years the “electrolytic 
theory of corrosion.” This theory in his own clear words was as follows 
“the theory requires that iron should tend to oxidize in any aqueous 
solution. Whether it will do so or not depends on other conditions. Some- 


thing may here be gained by a study of analogies. The dissolving zinc elec- 


trode of the Daniell or gravity battery, although possessing an enormous 
electrolytic solution-pressure, does not dissolve when the electric current 
is broken, but begins oxidizing immediately when connected through an 
external resistance to the copper pole. It is not enough then for oxidation 
or solution of the metal, that it have a tendency to dissolve ; it must be in 
metallic connection with some other material capable of acting as an elec- 
trode, and this second electrode, if a positive element must have a lower 
slectrolytic solution pressure than the iron. Iron in contact with zine and 
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SOLUTION CELL CORROSION 


Bottom part of tubes from separate evaporators. Each was set in a tube 
sheet of the same metal as the tube. A layer of corrosion product and debris 
on the tube sheet around the tubes partially separated a small circumferen- 
tial area from corrosive solution causing anodic corrosion on shielded area. 
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an aqueous solution will therefore not dissolve; but if copper replaces the 
zinc, the iron will dissolve, the velocity of solution in these cases being deter- 
mined by the resistance of the complete electric circuit.” This was the 
first recognition of the all important fact that the ordinary corrosion reac- 
tion was divisible and does often divide into its anodic and cathodic parts. 
Later workers showed that atmospheric oxygen 1% 11,12 entered into the 
reactions by “depolarizing” or uniting with hydrogen at the cathode and 
even that high concentrations of oxygen caused iron to become cathodic and 
to corrode anodically at surfaces of low oxygen concentration. This, in con- 
formity with Whitney’s hypothesis, Aston! explained on the basis of its 
influence on “the polarity of the underlying iron.” It now seems that this 
early view put rather too much emphasis on the electrodes themselves of 
the galvanic cell. This emphasis left many phenomena, recognized as elec- 
trolytic corrosion, partially unexplained. 


The Concentration or Solution-Cell Principle 


An electrolytic corrosion cell may be developed by: 


1. Two different metals in the same electrolyte. 

2. Two metals in different electrolytes. 

3. The same metal in two concentrations of the same electrolyte. 
4. The same metal in different electrolytes. 


The first condition is the ordinary galvanic cell.2 The third one is an 
example of the concentration cell of the physical chemist which, by its 
susceptibility to exact measurement has contributed greatly to the quanti- 
tative knowledge of chemical energy.® ® 

Besides the first type or the two-metal galvanic cell, the other three types 
of cells are also active in producing corrosion. In 1922 and 1924 one of 
the writers " ® measured the potential of a corrosion cell of the pure con- 
centration type and determined that many other cells besides the simple gal- 
vanic could cause corrosion. The term “Electrolyte Concentration Cells” 
was used to distinguish them from the two-metal galvanic type, but this 
term is rather misleading because it is commonly applied to the revers e 
concentration cell of the physical chemist.* The corrosion cells should not 

* The concept of Galvani and Volta, the first students of these cells, did not include the 
effect of different electrolytes. From this standpoint the term galvanic might properly be limited 
to the two-metal cell and this two-metal cell*is the thought generated in the mind of the average 
layman by the term. However, modern physical chemists in broadening the concept to include 
the types listed above, and other types also, have broadened the use of the original term to 


include all the types. While this is logical for these scientists, the complete concept is not as 
simple for the non-chemist as is the two-metal cell and therefore a new term would be a useful 
aid to expression. 

The term “Concentration Cell’ might logically cover the additional thought if we were to 
extend “Concentration” to include “Zero Concentration.” But usage is distinctly against this 
as the term currently is applied to just those finite concentrations which are susceptible of 
measurement and calculation. Possibly ‘Solution Cell’ as opposed to “Metal Cell” are terms 
which are sufficiently distinctive to be readily understood. 
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be thus limited. They include many cells involving quite different types of 
electrolyte and particularly electrolytes which do not contain the electrode 
metal as an original constituent. Possibly a more descriptive term would 
be “Solution Cell” or “Chemical Reaction Cell.” Whatever the term used 
it should be understood that in these cells the potential difference is caused 
by differences in the solution rather than in the electrodes. 

Evans, later,? developed his thought on the “Differential Aeration” cell 
and has clarified ‘many otherwise difficult corrosion problems by his inter- 
esting experiments and explanations. His theory involves the presence of 
a cathode film as the fundamental source of the potential difference. 

The electromotive force of the solution or chemical cell is of the same 
order of magnitude as the two metal or galvanic cell. For instance, it is 
possible to reverse the usual direction of the zinc :copper couple by immers- 
ing the copper in potassium cyanide and the zinc in zinc sulfate. A cell 
of silver electrodes in silver solutions of readily obtainable concentration dif- 
ferences calculates and measures over .5 volt. The copper concentration 
cells measured by the writers? gave potentials of .2 volt. E.m.f.’s of over 
1 volt are obtained by varying the oxygen concentration in an acid solution 
on stainless steel electrodes (The action here is certainly aided by sur- 
face films). 

In all electrolytic cells the action is due solely to chemical reactions at 
the electrodes. The e.m.f. of the cell is a function of the driving force 
or chemical affinity causing the reaction. The electrolytic corrosion is 
equivalent to the amount of current as measured in amperes, and this value 
at its maximum is the equivalent of the chemical change occurring in the 
electrolyte. 

To make this clearer, the following diagrams (Figures 4 to 8). illus- 
trate the reactions occurring in simple forms of the above types of cells. 


Figure 4. Common Two-Metal Galvanic Cell. 
(Long known as a corrosion stimulator) 


Cathode Cathode Solution Anode Solution Anode 





Metallic Sulfuric acid of any con- Sulfuric acid of any con- Metallic 
opper venient concentration, venient concentration, Zine 
Same as at anode. same as at cathode. 


Chemical energy forcing zinc into solution rather than copper causes 
following reactions: 


tcaedan a Hydrogen of acid appears Receives zinc from anode Zinc to solu- 
charges (gives at cathode as gas giving forming zinc sulfate. tion leaving 
up electrons) up + charge. — charge 


as hydrogen 
precipitates, 


FORMS OF CORROSION 39 


Ficure 5. Two Metals in Two Electrolytes. The Daniell Cell. 
(This cell acts more powerfully and with less interference than figure 4.) 





Cathode Cathode Solution Anode Solution Anode 
EY , Z 
CO 
WY, WEL 

Yj (Ew) SO, Cu SOy Yip 

Metallic Concentrated copper sul- Sulfuric acid. Metallic 

Copper fate. Zine 


Besides tendency of zinc to dissolve there is pressure for copper to precipitate at 
cathode. Reactions below. 


Receives + Copper deposits giving up Receives zinc from anode Zinc dissolves 
charges as + charges (receiving elec- forming zinc sulfate. leaving — 

copper trons) at cathode. charges. 
deposits. 


(The above cell acts, but less powerfully, with both electrodes copper.) 


Ficure 6. The Same Metal in Different Concentrations of the Same Electrolyte. 
(A Reversible Concentration Cell.) 


athode Cathode Solution ei ae YU 


Metallic Concentrated copper chlo- Dilute copper chloride. Metallic 
Copper ride. Copper 







Cu Cl 





+ 
CauGl acu Cl 


There is pressure to precipitate copper at the cathode and so remove concentration 
differences. Reactions below. 


Receives + Gives up copper and + Receives copper from Copper dis- 
charges as charges (receives elec- anode forming copper solves leaving 
copper deposits trons) at cathode. chloride. — charges. 


(is reduced). - 


Ficure 7. The Same Metal in Different Electrolytes. 
(Often active where acid and copper alloys are in contact.) 


Cathode Cathode Solution Anode Solution Anode 


WILT: 


H Cl H Cl Wy 


Metallic Cupric chloride moderate Hydrochloric acid _moder- Metallic 
Copper concentration. ate concentration. Copper 










There is a tendency for cupric ion to reduce to cuprous ion at the cathode. 
Reactions below. 


Receives + Cupric chloride is reduced Receives copper from Copper dis- 
charges as to cuprous giving up + anode forming copper solves leaving 
cupric copper charges. chloride. — charges. 


is reduced. 
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Ficure 8. Simple Form of Oxygen Solution or Concentration Cell. 
(Now recognized as very destructive.) 





Cathode Cathode Solution Anode Solution Anode 
Yj Vs 
alli (G: trated oxygen in Same _ acid concentration Metallic 
tine gag event hydrochlo- as cathode but without Copper 
ric acid concentration. oxygen. 


Chemical energy pressing for reduction of oxygen causes following reactions: 


i i i dis- 
Receives + Hydrogen from acid re- Receives copper from Copper dis 
charges as acts with oxygen forming anode. polves: leaving 
hydrogen of water, giving up + charges cherges. 
acid reacts to cathode. 


with oxygen 
(reduction). 


The diagram represents a magnified section of the electrodes of a cell as 
connected through a uniform section of solution divided into anodic and 
cathodic parts. The usual chemical symbols are used to indicate compounds 
in solution and the concentration is roughly indicated by the number of sym- 
bols in the rectangular figure. Direction of reactions is indicated by small 
inclosures and arrows. 


While the reactions given are correct they are much simplified and will 
thus seem incomplete to some. This license is justified for the convenience 
of readers not now specializing in chemistry. Competent critics can draw 
their own complete ‘picture and thus satisfy themselves better than could 
we halting authors. 


The illustrated oxygen cell is.a simple type’of a cell which occurs in 
practical corrosion with great frequency. The variations are complicated 
and have not been thoroughly studied. Certain points should be noted. 


The solution or concentration cell is strikingly different from the ordi- 
nary galvanic cell in the fact that the direction of its current is in a sense 
inverted and throws the corrosion to a point which would not be corroded 
without the cell action. Thus, note that in the common galvanic cell, Type 1, 
before the anode and cathode are connected the zinc (anode) is corroded 
more than the copper (cathode). Now in the common oxygen cell, (and 
the other solution or concentration cells) note that if the connection were 
not made the greatest corrosion would occur in the oxygen-acid mixture 
(cathode) rather than in the pure acid (anode). This seemingly anomalous 


behavior is characteristic and of much practical importance in diagnosing 
corrosion by these cells. 


In strongly acid solution the concentrations involved tend to neutralize 
and some convection or other artficial effect is necessary to cause the con- 


= Ma 
is 
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centration or solution cell to act. However, in the great field of slow cor- 
rosion in neutral solutions there is a common tendency for cells to localize 
and perpetuate themselves. The corrosion products easily become so con- 
centrated as to precipitate and prevent free contact with fresh solution. 
This effect is enhanced by migration of the hydrogen and hydroxyl ion 
under the current which helps to produce insoluble basic salts near the 
anode. The original cathode area remains clean and therefore encourages 
the cathode reaction and in the absence of interference the corroding chemi- 
cal is constantly replenished by convection and diffusion. It is thus seen 
that the slightest accidental variation in freedom of contact between metal 
and corrosive solution tends to become accentuated because the corrosion 
products produce physical interference at the point where the metal dis- 


solves. This point, which was originally one of slightly poor contact, 


becomes progressively poorer while good contact continues at other points 
by diffusion and convection. The point of good contact with corrosive solu- 
tion is the cathode and the point of poor contact where the metal dissolves 
is the anode. Electric current, of course, flows through the metal from 
cathode to anode. Obviously the anodic areas are formed more rapidly 
and positively when bulky insoluble compounds are the result of corrosion. 
Thus, corrosion tends to be electrolytic where corrosion products are insol- 
uble and direct chemical where they are soluble. It tends toward electrolytic 
with low concentrations and little movement and toward direct with the 
reverse conditions. ; 
Obviously any of the materials which will corrode metals may set up 
concentration or solution cells. The reactions will be the same as though 
the corrosion were a direct chemical reaction but they will be divided into 


anodic and cathodic portions and the direction of current will be from high 


to low concentration of the actual corroding agent. 


Corrosion Cell Pitting 


The copper ion cell and the oxygen cell are two common types of solu- 
tion or concentration cells. But the formation of such cells is almost a 
necessary phenomenon wherever corrosion products are insoluble no mat- 
ter what the corrosive agent or the metal concerned. Thus the effect of 
insoluble corrosion products in forcing the formation of cells is such that it 
is rather more logical to expect corrosion to proceed by pitting in many 
cases than by uniform attack. 

The prevalence of pitting in the corrosion of even the purest iron has 
not been satisfactorily explained by the galvanic or voltaic cell, although 
it has been given much thought on account of its economic importance. This 
pitting is an example of the phenomena which seem to be completely 
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Surface 


Section 


TWO-METAL GALVANIC ACTION 


Part of Acid Heater Coil. The uncorroded central portion was tightly 
covered by the supporting member of a more noble metal than the coil. 
The areas near the edge contact of the noble metal are badly corroded gal- 
vanically while areas at a distance are only slightly attacked, 
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explained by consideration of the action of oxygen concentration or solu- 
tion cells. 

When iron comes in contact with oxygen-bearing solution it reacts with 
the oxygen and water, forming ferric hydroxide. The precipitate tends to 
flocculate, or may congregate in one point by settling or be distributed by 
currents in the solution. Where a mass of precipitate or other solid mate- 
rial is held by any chance in contact with the iron, the oxygen in the solu- 
tion in the pores of the mass near the iron immediately disappears in react- 
ing with the iron. In the region around this mass, the oxygen content is 
renewed by convection and diffusion, and we have a cell set up with a low 
concentration of oxygen in the mass of precipitate and a higher concentra- 
tion in its neighborhood. The metal in contact with the higher concentra- 
tion becomes the cathode, and that in contact with the low oxygen con- 
centration in the precipitate, the anode. Iron goes into solution under the 
precipitate and the action is autocatalytic, as the longer it goes on the thicker 
the precipitated mass becomes and the more efficient as a diaphragm. A pit 
forms and deepens indefinitely. In the later stages, precipitation occurs as 
ferrous hydroxide and there is always a layer of ferrous hydroxide in con- 
tact with the metal. Quantitative results, showing the conditions existing 
in these circumstances, have been given by Whitman, Russell and Altieri.’% 

The reaction by which iron dissolves divides into three parts, which take 
place at different points, as follows: 


+ 
At cathode: 6H + 140,—— 3H,0 +6(+ ) 


2Fe + 4(OH) ——> 2Fe(OH), + 4(—) 
At anode: 2Fe(OH), + 2(0H) —— 2Fe(OH), + 2(—) 
3H.O + 130, + Fe——> 2Fe(OH), 


The reactions assume the reaction of dissolved oxygen directly with the 
hydrogen ion of water without formation of hydrogen gas. W hether or 
not the hydrogen gas actually forms and the action of the oxygen is a 
depolarization, does not affect the final conclusions. 

The mechanism in this case is especially adapted to cause pitting. The 
precipitate of iron hydroxides forms a physical separation between the two 
portions. of this cell at its liquid-liquid contact. This action is essential in 
localizing the corrosion. The formation of ferric hydroxide also operates 
chemically, in two distinct ways, to accelerate the action. ['irst, oxygen 1s 
removed by its reaction with ferrous hydroxide; and second, iron is 
removed by precipitation, which, if not removed, would retard the reaction 
by the mass law and would set up a counter e.m.f. 
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Effect of Corroding Film (Film Cells) 


Many useful facts have been deduced from the modified explanation of 
the oxygen concentration cell given by Evans.2 The modification consists 
in the introduction of an oxide film on the cathodic areas, as a necessary 
adjunct to the cell action. This film is believed by Evans to have the prop- 
erty of allowing electrons to pass in one direction but prevents their passage 
in the other, thus making the film-covered area cathodic. He has been able 
to dissolve the iron and other metals away beneath cathode areas and leave 
a film of oxide. The value and accuracy of these researches cannot be 
doubted. | 

However, we should not lose sight of the fact that the energy relations 
of the concentration or solution cell are such that a current must pass 
through the metal from high to low oxygen concentrations and that this 
tendency would hold true even without the oxide film. The knowledge that 
in many practical cases including the corrosion of iron by aerated water 
this energy operates through the mechanism of an oxide film is most valu- 
able in explaining the complicated course of the reaction. The presence 
and vital importance of these films should not be thought to be in antipathy 
or disagreement with the galvanic or solution cell. The cell concept is of 
the thermodynamic origin of the energy of the action. The film is part of 
a mechanism which allows the energy to produce results. Consider again, 
for instance, the anomalous position of the anode of the solution cell, that is, 
in the less corrosive solution. Without question the “one-way” film is most 
active in producing this result. 


To return for a moment to the analogy of the sled on an icy incline, 
the cell is like the pull of gravity and the film like the runner and ice contact. 
The energy to cause action, gravity, may be there but unless the contact has 
suitable properties no effect is discernible. 


Practical Application of Theory 


As was stated above, this action of iron is a specific case of a quite gen- 
eral phenomenon. Whenever corrosion takes place, the corroding film 
changes chemically, tending toward exhaustion of the corroding constituent, 
at the point where corrosion starts. Any solid or colloidal product of cor- 
rosion concentrates and tends to prevent the replenishing of the corroding 
medium. In neighboring areas, where for any reason the corrosion has been 
less active, the corroding medium has better access to the metal, and the 
differences in concentration in the contact film set up an electric cell, with 
the protected portion the anode and that open to corroding solution the 
cathode. Any point over which the amount of solid corrosion product begins 
to concentrate thus becomes anodic and becomes more so as corrosion pro- 
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ceeds. The amount of corrosion depends upon the supply of corroding agent 
to the cathodic areas, but most of the metal disintegration occurs at the 
anodic areas, which thus become pits. The action of the current is in the 
direction described because the corroding reaction must be such as to furnish 
plus charges to the metal, and the areas over which a greater concentration 
of available plus charges are present are cathodic whereas those over which 
lesser concentrations are present must be anodic. 

In practical work there are many cases of electrolytic corrosion where 
it is impossible to say “This is a two-metal galvanic cell” or “This is a solu- 
tion or concentration cell.” Their action often takes place simultaneously 
and inseparably. On the other hand there are many cases where the cor- 
rosion is obviously due to one class or the other. Where a pipe line carries 
a corroding solution at a high rate of speed sweeping off all corrosion prod- 
ucts.and keeping the liquid film in contact with the metal at uniform con- 
centration and the pipe line is made of metals of widely differing corrodi- 
bilities there will be ordinary two-metal galvanic corrosion at the joints. 
Where a metal tank lining is of the same homogeneous material and the liquid 
quiet and corrosion products form on the surface of the metal there will be 
concentration or solution cell corrosion in pits or local areas on the metal 
lining. If corrosive solution stands quiet in the pipe line the concentration 
of corroding agent and corrosion product in the film of contact will, change 
and be different at different points and there will be a combination of twv- 
metal and solution cell corrosion. 


DEZINCIFICATION 


This term is used to mean the corroding away of one constituent of any 
alloy leaving the others more or less in situ. This phenomenon is perhaps 
most common in brasses containing high percentages of zinc but the same 
or parallel phenomena are familiar in the corrosion of aluminum bronzes 
and other alloys of metals of widely different chemical affinities. It is inter- 
esting from its very striking and destructive effects. It is an illustration 
of the two types of concentration cell corrosion and their interaction with, 
galvanic cells. 

It usually becomes evident as an area with well-defined boundaries and 
within which the more noble metal becomes concentrated as compared with 
the original alloy. In the case of brass the zinc is often almost completely 
removed and copper is present almost in a pure state, but in a very weak 
mechanical condition. Corrosion by the formation of such areas is usually 
quite rapid and since the corrosion is much localized it is one of the most 
destructive forms of corrosion. The most favorable conditions for dezinct- 
fication seem to be a good conducting solution, as salt water, and a slightly 
acid condition with the presence of. oxygen. 


y 
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The mechanism is probably as follows. Due to any accidental variation 
in the corroding solution or the metal a concentration cell or a galvanic cell 
is formed and one area of surface is corroded more rapidly than a neighbor- 
ing one. The more highly corroded area thus has over it a concentration of 
copper in solution greater than that over the other area, forming a metal-ion 
concentration cell which deposits the copper nearly at the spot where it 
originally dissolved. The original concentration cell continues to act, being 
accelerated by the formation of insoluble corrosion products. Some cop- 
per remains in solution and the copper-ion cell thus is retrieved and acts 
continuously adding its effect to that of the original cell to dissolve more 
metal at the anodic area under the corrosion product and the copper mass. 
The copper mass acts as a cathode in a galvanic cell which operates in the 
same direction. As corrosion proceeds the solution in the copper mass 
becomes acid enough by anodic action to keep the zinc in solution and allow 
it to migrate under the effect of the current out to the edge of the mass 
where it is carried away or precipitated due to the lowered acidity in the 
body of the corroding solution. 


CoRROSION-CRACKING-FATIGUE 


Damage to metal from exposure to cyclic, or fatigue, stresses may be 
intensified very markedly by exposure at the same time to a corrosive atmos- 
phere or solution. In cyclic stresses of the nature of simple repeated bend 
and of a rotating beam, it is the surface layers of the metal that are most 
highly stressed. Corrosion likewise involves the surface layers first. The 
damage known as corrosion fatigue results from both influences. c 

Two factors in the progress of corrosion: fatigue damage are well to 
keep in mind. One is that corrosion of the surface of metal lowers its 
fatigue resistance. The other is that fatigue stresses accelerate corrosive 
action. Consequently metal corroded will be found to have subsequently 
a lower fatigue limit than uncorroded, and. therefore even greater damage 
results where corrosion and fatigue are at once present. 

Corrosion in the absence of cyclic stresses is normally superficial and 
confined to the surface of the meta! itself. Corrosion simultaneous with 
fatigue stresses leads to pronounced penetration as evidenced by cracks, 
with the result that the damage due to corrosion fatigue may be—and often 
iS—-great: 

The fatigue or endurance test is ordinarily carried out in air. It has 
been shown by Gough and Sopwith * and by Beckinsale 2 that, strictly, such 
a test should be considered as corrosion fatigue, since fatigue limits in a 
partial vacuum or with the exclusion of air are higher than the normal air 


fatigue limits. Nevertheless, air in general is less damaging than aerated 
salt water. : 


FORMS OF CORROSION 47 


; The evidence suggests that oxygen is the exceptional damaging agent 
in corrosion fatigue of lead. Lead was found to be damaged far more when 
tested in air than when tested with a protective film of oil or in an acetic 
acid bath.” In the acetic acid dissolved oxygen was used up in depolarizing 
hydrogen and so was kept from entering the metal. 

What seems to be further evidence that oxygen is necessary is that cop- 
per has had higher fatigue resistance when tested in water than when tested 
in air, and highest of all when tested in vacuo. The fairly heavy corrosion 
product developing in the water tests is believed to have been an obstacle 
to the ingress of oxygen. 

Deep, steep-walled cracks are a characteristic of corrosion fatigue. Pre- 
sumably the part corrosion must play in producing corrosion fatigue is to 
start such a crack or at least to set up a condition where such a crack can 
be started by the fatigue stresses. Corrosion exposure of unstressed metal 
is much less likely to lead to premature failure than in the case of stressed 
metal. It is believed that the stressing damages the film of corrosion prod- 
uct, oxide or otherwise, and lays bare the metal to more or less unrestrained 
local corrosion. If the film can be conceived as being cracked open in places 
by the stress, then corrosion may progress at these cracks. The metal at 
these cracks, being less readily accessible to oxygen, probably becomes anodic 
to the surrounding metal and consequently is subject to accelerated cor- 
rosion. This view of the course of premature fatigue failure fits in well 
with the well-known fact of the importance of the film in normal exposure. 

Corrosion Cracking. The term “corrosion cracking” is used to include 
failures of a different nature from those known as corrosion fatigue fail- 
ures. Whereas the latter result from simultaneous corrosion and fatigue 
stresses, failures of a corrosion cracking nature derive from simultaneous 
corrosion and static stresses. These static stresses ordinarily exist in metal 
from the strain of cold work. Cold-worked, high-zinc, brass, for instance, 
will crack more or less spontaneously in an environment that might not be 
damaging to annealed brass. Cold-worked Monel metal has been known to 
crack—handling mercury or mercury salt solutions—where annealed metal 
has been satisfactory. 

Corrosion that produces cracking of this nature is intergranular. The 
damaging medium must have a high penetrating capacity. Penetration, 
leading undoubtedly to some chemica’ action on the intergranular material, 
destroys the tenacity and releases the internal strains. The spontaneous 
disintegration results. 

The intergranular attack of 18-8 or of duralumin is not strictly cor- 
rosion cracking. Stress is not a necessary accompaniment. Improper heat 
treatment will produce an intergranular phase that is susceptible in the 


absence of strains to attack. 
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Chapter III 
Corrosives 


In classifying corrosives one possible method is to use the chemical 
composition of the major constituent which has been done in the several 
tabulations of corrosive effect popular a few years ago. Another is to group 
them more generally according to their physical nature as atmospheric, 
liquid, etc., which has been used in organizing American Society for Testing 
Materials work. We take the liberty of crossing these lines rather ruth- 
lessly and group the common conditions without direct regard to their chem- 
istry or physics but according to their analogy in corrosion reactions. This 
grouping is thus illogical chemically, for instance, but is useful in rationaliz- 
ing corrosion. 

CorROSION By AIR 


The atmosphere as opposed to solutions is practically continuous. Its 
composition, therefore, does not vary as much or as definitely as that of 
solutions or soils. However, it does vary in certain of the constituents 
which affect its corrosive properties, so that corrosion rates in one atmos- 
phere may be several times that in another. 

The corrosive constituents which exist almost universally in all atmos- 
pheres are: water, oxygen and carbon dioxide. The oxygen content is large 
compared to the amount actually taking part in corrosion and is practically 
constant. Carbon dioxide is not present in such large amounts and varies 
to some extent with climates and conditions. Moisture is the most variable 
constituent, changing from such low humidities in dry climates as to hardly 
support corrosion at all through the especially destructive humidities near 
the dew point to a high excess of rain and fog. 

Any corrosive material which gets into the atmosphere may add its bit 
to the effect of these major constituents and if more corrosive it may often 
account for the greater part of the corrosion. As a matter of fact much 
of our corrosion in settled areas is due to two other coristituents, chlorine 
and sulfur compounds. These with the major constituents above mentioned 
complete the list which needs our attention, except for special cases of atmos- 
pheric pollution. 
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The chlorine compounds originate mainly in sea water and are prin- 
cipally concentrated and active in narrow belts along salt water. Their 
action decreases rapidly in the first half mile from the shore and is usually 
unimportant at distances greater than five or ten miles inland. This condi- 
tion, however, varies considerably with climate, wind velocity and direction. 

The sulfur compounds, coming mainly from modern fuels, are more 
prevalent and active than any other constituent although, of course, it is not 
logical to compare them with moisture and oxygen because in most atmos- 
pheric corrosion the three can almost be compared to the links of chain: if 
one is missing the other two are of little effect. The sulfur compounds seem 
to drift farther from their source and to be in general more active in 
atmospheric corrosion than the chlorides although in solution the reverse 
is true. In sea coast cities the analysis of corrosion products shows a pre- 
dominance of sulfates over chlorides and only in shore locations excep- 
tionally free from drift from towns or factories are the chlorides in excess. 

The presence of solid or liquid particles in the air, which may or may not 
consist mainly of chlorides and sulfates is productive of corrosion. Such 
particles form points for the collection of moisture and other active cor- 
rodents and a means of transferring them to a metal surface. They aid in 
fog formation. When settled on the metal, they produce small concentra- 
tion cells which hasten corrosion and they may set up galvanic cells if of 
suitable composition and conductivity. 

The effect of films both of the thin protective variety and the heavier 
corrosion product deposit, which in the atmosphere usually causes accelera- 
tion, is probably more varied and positive in the atmosphere than in any 
other corrosions. 

The lack of solvent and physical washing action favors the building up 
of protective films and of corrosion products. A surface which is corroding 
in the atmosphere usually shows these films and much can be learned about 
the corrosion from them. Apparently most metals can form protective films 
of a sort in the atmosphere and practically all corrosion products will remain 
where they form unless removed by gravity, mechanically or by rain or high 
humidity and fog drip. 

Many of the solids which deposit on metals and most of their corrosion 
products have the property of absorbing moisture at humidities less than 
100 per cent. Thus it is often the case that deposits ef corrosion products 
or foreign material on metal surfaces will be manifestly wet when there is 
no visible moisture in the air. (A knowledge of whether this is due to 
adsorption, gel action, or chemical affinity, would clarify our views and so 
help combat corrosion, but for a general understanding we must omit dis- 
cussion of such undecided points.) The rate of corrosion of the surface 
increases rapidly at some humidity, probably closely related to this mois- 


ine 
v= 
- CT ars 
EASY 


CORROSIVES 51 


ture manifestation, and corrosion rates are much higher at relative humidi- 
ties above such values than below. These humidities vary in rather wide 
limits with the metal and the corrosion product. They are, for instance, 
near 100 per cent for many copper corrosion products,!® 4% 47 around 85 
per cent for certain nickel products, and possibly 65 per cent for iron. Cor- 
rosion may proceed at a destructive rate above these figures whereas a drop 
of a few per cent will reduce it to practically nothing. Thus, the amount 
of corrosion may be a direct function of the time humidities are in a certain 
range—one metal may be better within this range while its rival is better 
below it. The relative humidity is thus a determining factor in atmospheric 
corrosion rates. 

Air movement is of importance from several angles; moving air brings 
uniformity of conditions more rapidly than quiet air. Humidity is usually 
higher at night. In windy weather, it drops promptly with rise in tempera- 
ture and wind rapidly dries any deposited moisture. In quiet weather rela- 
tive humidity remains high, when dew has been deposited, near heavy vege- 
tation, or other sources of moisture. Thus wind may tend to shorten the 
high humidity corrosion period. | 

On the other hand some air movement is necessary to supply moisture, 
oxygen and other corrosives to the surface of the metal and, therefore, 
wind of high enough humidity and particularly if carrying chlorides, sul- 
fates, or other non-gases, will increase the rate of corrosion. 

Air drift and wind distribute our greatest corrosive, sulfur compounds. 
Metals exposed to wind-drift from high fuel-consuming areas will always 
corrode more rapidly than those not exposed to this drift. The sulfur com- 
pounds may change their nature and, therefore, their type of action as car- 
ried by the wind. Ordinarily, the sulfur compounds are in a “reduced” 
state when driven into the air. Common forms are hydrogen sulfide and 
sulfur dioxide. These are gases at ordinary temperature and may diffuse 
and travel like the other gases of the air. They are very readily absorbed 
by contact with any solid surface possibly by an action combining chemical 
reaction (oxidation) and solution in surface moisture. They may be easily 
detected quantitatively in the atmosphere of cities.** If these gases—in 
the low concentrations in which they exist come into contact with build- 
ings, ground, or vegetation, they are rapidly removed by adsorption, so they 
are mainly found within a few miles of their source. If they remain in the 
air without contact with solids, they are oxidized to sulfuric acid which 1s 
then present in water solution as a liquid either adsorbed on dust particles 
or as independent microscopic drops. In either form their ability to make 
contact with and adhere to metal surfaces is obviously dependent on certain 
conditions of contact. Without attempting to explain the intricacies of 
these, it is obvious that high humidity and a certain amount of air move- 
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ment is favorable for their action. Corrosion products both in sulfur dioxide 
atmospheres and sulfuric acid atmospheres are sulfates of the metals. 

Wind blowing over sea waves drives droplets of spray into the air. 
Those which are small enough are carried along and become smaller by 
evaporation. This produces microscopic particles of dry sea salt or drops 
of salt-saturated water which may exist at fairly low humidities and be 
carried some distance before settling out or being adsorbed. These par- 
ticles are visible on any bright, brisk day at sea as a haze, denser near the 
water, which is probably the source of much seashore corrosion. Where 
humidities are not exceptionally low, this saturated solution will gather in 
films on metal surfaces in dull and even in bright weather if the surfaces 
are not directly warmed by sunlight. If it dries in place, a film of salt is left 
which is ready to absorb moisture from clear air and renew its corrosive effect 
at its “critical” humidity. 


CORROSION IN SOILS 


Soils are usually classified according to their origin and their composi- 
tion differs through wide limits according to the origin. As is the case with 
fertility, the property for which soils are studied most, the total analysis of 
the soil is a most imperfect guide to their corrosive action. In fact, there 
is an interesting parallelism between corrosion and plant growth in that 
both depend on certain minor constituents, or rather certain minor forms 
of the total constituents which are quite difficult to segregate and measure. 
Further than this certain of the minor constituents which largely affect plant 
and bacterial growth—for instance, acidity, ‘oxidizing agents, temperature, 
texture, and moisture content—also affect the rate and extent of corrosion. 

The soil corrosion studies of the National Bureau of Standards 2% 2%. 
*2, 28 have shown that the rate of corrosion changes rather distinctly from 
one soil origin class to another. These studies 7 have also shown a relation 
between corrosion, soil acidity, texture and drainage. While the acid con- 
centrations of soils are small compared to those met in chemical and indus- 
trial practice, the acid varies largely in percentage of its own concentration, 
being such as to furnish hydrogen-ion concentrations changing from those 
so low as almost to inhibit corrosion to those high enough to support it 
readily. Acid concentrations are often high in wet marshy soils, low or 
neutral in loose well-drained soils. Alkaline concentrations of considerable 
extent may exist in dry soils. Soluble salts may increase corrosion, particu- 
larly localized corrosion, by raising the conductivity of the corroding medium 
and allowing current to pass freely. Some salts may also enter into the 
corrosion reactions. Thus the presence of salts in themselves tends to 
increase corrosion. However, the conditions which cause high salt concen- 
trations in soils also produce low acidity and increase alkalinity. The practi- 
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cal result is that the accelerating effect of high salt concentration is usually 
more than offset by the absence of acids. 

The temperature probably affects corrosion in the usual way by causing 
it to increase with a rise of temperature. But the temperature also so affects 
the other factors that this direct result may be largely obscured by its sec- 
ondary effects through other factors. 

A certain moisture content is necessary to destructive corrosion. Very 
dry soils have low corrosion rates. . Hygroscopic moisture held above the 
water level in contact with metal and soil particles is liable to have a high 
concentration of acid or other corrosive constituents. However, unless there 
is sufficient movement or change in this moisture to furnish a supply of 
corrodents, the corrosive constituents may become exhausted and the cor- 
rosion stop. 

Up to a certain point corrosion will increase with increase in moisture 
due to the greater tendency for concentration or solution cell action as 
moisture films become thicker around soil particles. If the moisture con- 
tinues to increase beyond a certain point, the concentration of corrosives 
lessens, the specific resistance increases and further increase has a smaller 
effect. If there is enough water to restrict oxygen penetration in the soil, 
corrosion may decrease. 

If moisture increases to the extent that it is practically continuous and 
fills the air spaces, the supply of corrodents is liable to be sufficient to make 
corrosion proceed steadily in the more acid soils where this condition ordi- 
narily exists. If the water line or “table” is well above the corroding sur- 
face it will shut off the supply of air, conditions are reducing and the amount 
of corrosion will depend mainly on the acidity or secondarily on sulfur com- 
pounds and any specific corrosives which may be present. Under these con- 
ditions pitting will be less pronounced. 

Oxygen from the air penetrates soils to an extent depending on their 
texture and moisture content. Oxygen takes part very largely in the growth 
of vegetation and bacteria and its concentration and amount in the soil 
depends largely on the result of this participation. The net effect of plant 
growth is the production of oxygen but part of the reactions of growth are 
oxygen consuming. Where growth is abundant dead vegetation is usually 
rotting in the soil and the rotting uses oxygen. Damp soils, therefore, with 
much vegetation will contain little or no oxygen at considerable depth and 
this will tend to lower corrosion rates. Loose soils will contain oxygen and 
are able to support the types of corrosion in which it takes part. 

Decay also produces the reduced, sulfur compounds, such as hydrogen 
sulfide and sulfur dioxide, which are active in corrosion. These gases are 
also a constituent of natural gases and oils and may be present in quantity 
from this source. 
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The reactions of oxygen as affected by the contacts of soil particles and 
soil moisture on corroding surfaces is a clarifying example of the operation 
of concentration cells. : 

From the concentration or solution cell concept we would expect pits 
“where any solid . . . can remain as a film or mass in close proximity to 
the metal.” 27 In the case of soils “Corrosion is caused by oxygen concen- 
tration cells which are set up as a result of the partial or complete exclusion 
of oxygen at the points of contact of metal and soil. Soil particle size influ- 
ences the rate of corrosion by determining the extent of the electrode areas 
and therefore the degree of cathodic polarization of these oxygen concen- 
tration cells.”* “. . . the greater the permeability of the soil, exclusive 
of sands, the greater is the tendency for corrosion to be confined to pits, 
other conditions being the same.” * Three-way contact between the metal, 
the soil particle or mass and a film of moisture with air in contact with the 
moisture sets up an ideal concentration or solution cell. The neighborhood 
of the particle-metal contact becomes a corroded anode because it is fairly 
well screened from oxygen and the small amount which may be there is 
removed by reaction with the metal ; the moisture film carries enough dis- 
solved salt and acid to be a fair electrolyte; it is supplied with sufficient 
oxygen from the air spaces in permeable soil to produce a strong cathodic 
reaction at a short but distinct distance from the anode and local corrosion 
proceeds nicely. The rate of pitting in soils is greater as particle size 
increases until the number of cathodes or the moisture supply become too 
small, as in sands. 

Concentration or solution cells also act in soil corrosion of pipe lines 
on a larger scale. These are caused by the contact of the line with soils of 
different character. The extent of the anodic and cathodic areas is deter- 
mined by the distance the line travels in each class of soil. Distances involved 
may be measured in feet or in miles. Several amperes of current have been 
measured and voltages of one-half volt are not uncommon.’ Corrosion 
may be accelerated in exceptional cases in a few deep pits; usually it will 
occur in a soil of low electrical resistance as an anodic area considerably 
smaller than the cathodic areas. 

The complicated combination of effects.produced by variations in com- 
position and texture, the fact that materials may be in contact with gases, 
liquids, and solids, during corrosion, and the variations of organic, inorganic 
and plant chemistry involved, conspire to make soil corrosion one of the 
most difficult types to analyze and predict. The students, therefore, who 
have managed to find such general principles as the increase of corrosion 
with acidity and of pitting with air contact, are to be particularly con- 
gratulated. The National Bureau of Standards corrosion tests have so 
clearly outlined the corrosive effects of various soils and identified the cor- 
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rosion with the soil characteristics that it is found possible in many cases 
to predict corrosive effects. Measurements of soil acidity, electrical resis- 
tance, permeability and moisture content are found useful in such predic- 
tions, and work now in progress should make these studies more positive in 
their results than they are at present. 


CoRROSION By ACIDS 


Corrosion by acids should, as stated in Chapter I, be considered in con- 
nection with other corrosives as well as independently. The fundamentals 
of the process have been described and in this chapter we consider the acid 
corrosion processes more specifically. For convenience the acids are grouped 
according to the type of their reactions in corrosion processes. Thus grouped 
they are: 
1. Strong Acids, 

2. Weak Acids, 
3. Oxidizing Acids. 


Sulfuric and hydrochloric are the strong acids which are not oxidizing. 

These acids will actively attack many metals with direct replacement of 
‘hydrogen gas. Where this happens the rate of corrosion is usually so rapid 
that the metal is not practical as a container for the acid. A knowledge of 
the course this reaction will take enables a better understanding of the other 
conditions of corrosion. 

The speed of this reaction tends to be proportional to the hydrogen-ion 
concentration, that is, to the “strength” of the acid. Acetic acid is a weaker 
acid than hydrochloric and therefore it corrodes metal by this particular 
mechanism less rapidly. The action is accelerated by rise in temperature. 

The evolution of hydrogen physically affects the reaction in several ways. 
There is resistance to the process due to reluctance of the hydrogen to 
appear as gas. This is a property of the metal to a certain extent but also 
depends on specific conditions of the surface. It is often called overvoltage. 
Overvoltage may also exist due to the formation of other corrosion products 
but the term as usually applied refers to overvoltage of hydrogen. 

Once hydrogen appears as a gas, being a non-conductor of current and 
being bulky with respect to the reacting materials, it offers a resistance to 
the reaction by preventing the flow of current and thus interfering with con- 
tact between the corrosive and the metal. This effect (usually considered 
principally from the angle of current conduction) is called polarization. 
The surfaces may also be polarized by other corrosion products but hydro- 
gen is the most general offender. 

There is a tendency for pure metals to react more slowly with acids at 
first contact than they do after the reaction has been proceeding for some 
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time. This tendency may be so exaggerated that upon first contact the 
metal practically does not react at all. If this condition exists for a con- 
siderable period of time, and it often does, it is called passivity. It has been 
explained on the basis of homogeneity of the metal surface preventing the 
necessary formation of galvanic cells, and on the basis of the formation 
of thin solid oxide films, and as a peculiar atomic condition due to partial 
reaction with oxygen. The acid reaction is often combined in corrosion 
with others making up a complex which progresses gradually. 


The most common combination of reactions is that of acid replacement 
and oxidation. This may be typified by the reaction between acid, air, and 
copper which causes the corrosion of copper by acid solutions. It is as 
follows: 

_2Cu+4HCl+ O——>2 CuCl, + 2H.0 


Note that three distinct forces are at work: (a) the tendency for copper 
to oxidize (increase in valence) ; (b) the acid reaction between hydrochloric 
acid and copper; (c) the union of hydrogen and oxygen to form water. 
(b) and (c) will not proceed by themselves at room temperatures and (a) 
will proceed only very slowly. But since all work in the same direction, they 


pull together and the combination proceeds so rapidly as to produce destruc- 
tive corrosion. 


Some attention has been given to the separation of such reactions into 
parts. If copper reacts with the acid first liberating hydrogen which then 
unites with the oxygen, we might expect certain results which would be 
changed if copper reacts with the oxygen first and the copper oxide then 
reacts with acid. In the writers’ opinion, the same practical effects are pre- 
dicted whether the reaction is considered as a unit or in steps; and since 
we can measure the reaction as a whole but not in parts, the practical student 


of corrosion may make his problems simpler by considering the reaction 
as a whole. 


In this typical reaction the gas oxygen may be replaced by many other 
oxidizing agents. But oxygen gas is probably the most common of the 
oxidizing agents which take part in this reaction. In the practical handling 
of acids by metals, a reaction of the above. type is often taking place slowly 
against some resistance of its own generation or some other combination of 


circumstances. Therefore, the conditions surrounding it are of great sig- 
nificance. 


The conditions which retard and accelerate this reaction are in some 
respects the same as those affecting the simple acid reaction. Its rate tends 
to be proportional to the hydrogen-ion concentration, and it increases in 
rate with rise in temperature. The physical effects of hydrogen gas polari- 
zation and overvoltage, as they exist in the simple acid reaction are pre- 
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vented by the oxygen. The part which oxygen plays is independently 
increased by increase in concentration and temperature. 

There are other simple but vital facts to be considered in regard to the 
oxygen. Its best condition for simultaneous contact with acid and metal 
is in the dissolved state but oxygen is only sparingly soluble in most cor- 
roding solutions. This means that a small amount of corrosive action will 
seriously depreciate the supply of oxygen at the points where the reaction 
proceeds. A continued replenishment of the supply is necessary if cor- 
rosion is to continue. 

The oxides of the metals are very often non-conductors of electricity 
and insoluble in water so that their presence or absence may have a vital 
effect on corrosion rates. Many of the protective films which are valuable 
factors in preventing corrosion are oxides of the corroding metal or alloy 
Or oxides modified by some minor constituent. 


The acid which is produced and used in the greatest quantities is sul- 
furic. It is a strong acid and corrodes most metals rapidly in the presence 
of air or other oxidizing agents. The standard metal for handling sulfuric 
acid is lead. In contact with acid lead forms a coating, probably a mixture 
of lead oxide and lead sulfate, which is highly insoluble and which prevents 
further corrosion by preventing direct access of the acid to the metal. The 
exact composition of this film may vary under different conditions. If 
the acid in contact with the lead is in rapid motion from the instant of first 
contact, these corrosion products may be removed as fast as formed and 
then the lead corrodes at an appreciable rate dependent on the acidity, oxy- 
gen concentration, temperature, and supply of corrosive reagents. If 
motion stops for any appreciable interval of time the protective coating 
forms and the corrosion rate becomes much lower and is not economically 
destructive. 

Aside from its manufacture, sulfuric acid is also widely handled in lead 
and in the many cases where lead is unsuitable on account of its physical 
properties, in nickel and copper alloys and in high silicon cast iron. In the 
case of the nickel and copper alloys the presence of protective films is rela- 
tively less important than with lead. Concentrated sulfuric, due to its low 
ionization and low solubility for oxygen gas can be handled with impunity 
in cast iron and even in wrought iron and steel. 

In the wide variety of uses of sulfuric acid in industry where structural 
strength and lightness are requisites, various alloys are used ‘and their suita- 
bility depends largely on the amount of dissolved oxygen present in solution 
and its supply to the contact film. The supply to the surface is, of course, 
dependent on the rate of movement. Rise in temperature increases the 
rate of corrosion but its effects are probably not as serious as that of oxygen 
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solubility. Most of the alloys are free from attack if the sulfuric is air free 
and most of them are corroded so rapidly as to be uneconomical for use if 
the acid is thoroughly saturated with air and in rapid movement. 

The soluble corrosion products as well as the oxygen in solution tends 
to set up localized corrosion by concentration cells where the rate of move- 
ment varies on a surface, at crevices and at air-water lines. Corrosion prod- 
ucts are relatively bulky and easily visible when insoluble. They probably 
tend rather to increase corrosion than to be protective except in the case 
of lead. 

Hydrochloric acid is on the whole more active than sulfuric acid and 
this trait is reflected in its corrosive properties. The true reason for this 
difference has never been clearly explained. Certain contributing factors 
are: the greater solubility of chlorides, less tendency to form insoluble basic 
salts, and higher mobility of the chloride ion. Hydrochloric acid also has 
a strong “‘peptizing” effect, or property of producing charged mobile par- 
ticles from material (protective oxide) otherwise insoluble. This property 
causes rapid corrosion in places where with sulfuric acid the metal would 
be rather fully protected. In the manufacture of the acid its activity is so 
great that little metal can be used, the equipment being stone or pottery. 

Hydrochloric acid in the concentrations used in industry is also often 
handled in high silicon cast irons and in copper and nickel alloys. However, 
it is chemically so active that this is not always practical, and the develop- 
ment of a truly resistant common alloy would allow the use of the acid 
in places where it is now impractical because of corrosion. Its action 
is even more affected than that of sulfuric by the presence of dissolved Oxy- 
gen and by high temperature. As a result there are many conditions in 
which it cannot be handled in any metal. Very dilute acid and very strong 
acid may be handled without too great difficulty if at reasonably low tem- 
peratures and not too much oxygen is present. Intermediate strengths are 
usually unsatisfactory in metal. Corrosion by hydrochloric acid is more 
likely to set up concentration cells and pitting than that by sulfuric acid 
and its course and rate is more erratic and difficult to predict. 

Phosphoric and acetic acids are generally less active than sulfuric and 
hydrochloric but rank with them in the rate of corrosion on most metals. 
Both are strongly affected by the presence of dissolved air. Corrosion by 
acetic acid is often accompanied by the formation of protective or semi- 
protective films so that large variations in rate are present under different 
conditions on the same metal. Since acetic acid in most of its uses js required 
in a high degree of purity, its handling in metals must be done with con- 
sideration for this fact. In the absence of air the acid itself will attack the 
metals relatively less so that metals may be used. In the distillation of the 
acid air is usually absent and this may be done in metals. 
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Pure phosphoric acid is relatively active but can be handled in several 
different alloys. However, most of the phosphoric acid of commerce con- 
tains an appreciable percentage of ferric salts. These salts are highly cor- 
rosive and where they are present they present a combination of oxidizing 
agent and acid which is destructive. 

In the weaker acids are grouped the ordinary fruit acids and organic 
acids. Unless inhibited by the presence of colloidal or other interference. 
corrosion by all but the very weakest of these may be very rapid (See 
Organic Materials and Foods). This is because in most cases of acid cor- 
rosion the resistance to action is mainly due to lack of an oxidizing agent 
or to some outside interference, rather than to a dearth of hydrogen ion. 
Very weak acids furnish a sufficient hydrogen-ion concentration to produce 
rapid corrosion if an oxidizer is present and the path is otherwise clear. 
Due to the conditions of occurrence of these acids, however, as in foods 
and soils, the contact conditions and the lack of oxygen hold the actual dam- 
age done by them to smaller proportions. 

In the oxidizing acids, nitric, perchloric, nitrous, etc. the necessary oxi- 
dizing agent is always present with the hydrogen ion. It is therefore prac- 
tically impossible to use metals in contact with the oxidizing acids except 
in a rather limited minority of cases where conditions allow a continuous 
protective film to exist. The number of such cases has been much increased 
during recent years by the advent of the chromium iron alloys. 

The more stable of these acids, as nitric, perchloric, and chromic allow 
the existance of the protective film to be more positive than the less highly 
oxidizing, but less stable ones such as nitrous, hypochlorous, and sulfurous. 
The latter offer a free path for the corrosion process and their rapid action 
is often quite striking when compared with that of the former. The salts 
of these acids when present in an acid solution produce rapid corrosion, of 
course, just as though the corresponding acid had been added. 


OxIpDIZING AGENTS 


The subject of oxidizing agents as corrosives closely parallels the sub- 
ject of oxidizing agents as rate factors discussed above (Chap. I, p. 20). 
This discussion, from the standpoint of the commonly existing oxidizing 
corrosives, should clarify and expand their consideration purely as a rate 
factor. | 

The tendency to combine with oxygen is present in most metals and 
varies widely with different metals. It is very weak in such “noble” metals 
as gold and platinum, and strong with iron and aluminum. There are many 
conditions which interfere with direct oxidation and practical corrosion 
problems deal very largely with the type of such interference. 
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Most metal oxides are difficultly soluble and they are often poor elec- 
trical conductors. Under certain conditions they may form a valve, check- 
ing the flow of current in one direction and allowing it to pass in the other.” 
The resulting tendency to form “passive” or “cathodic” films in oxidizing 
corrosion forms one of the major problems of corrosion now under theoreti- 
cal investigation. EG 

Unless the oxidizing agent acts in a solution which, by its acidity or 
otherwise, has the ability to dissolve the oxide or other compound formed, 
the corrosion does not continue. If the oxidizing agent is an active one, 
and the resulting metal oxide or other compound is readily dissolved, cor- 
rosion is rapid. It follows, therefore, that a solution with the correct pro- 
portions of oxidizing material to acid is one of high corrosive properties. 
This is the reason that materials like nitric acid, and ferric salts, are extremely 
corrosive. On the other hand, in such strong oxidizing agents as chromates, 
concentrated nitric acid, the oxidizing power is so great as compared to the 
acidity that the passive oxide film forms and corrosion is inhibited. Evans,’° 
as above, corroborated and modified by other workers,?1 #5: 14 has actually 
demonstrated the presence of insoluble oxide films in many cases where 
metals are passive in corrosive solutions. These films are so thin as to be 
invisible, but Evans believes them to be of much the same nature as films 
produced on iron by heating in air. 

Whatever the inherent mechanism, it is important to bear in mind that 
the most rapid corrosion takes place with a properly balanced high concen- 
tration of acid and oxidizing agent. The balance cannot be expressed 
numerically as it depends on too complicated a series of inherent properties 
of metals, acids and oxidizing agents. With chromium iron alloys for 
instance, mixtures of nitric and hydrochloric acid can be made up so that 
a slight addition of either will change the corrosion rate by several hundred 
per cent (see chart, p. 22), and this change can be repeated up or down 
the scale depending on whether the oxidizing or non-oxidizing acid is added. 
With copper-nickel alloys, on the other hand, the balance is so undelicate 
that small changes have relatively little effect. 

In stainless steels as compared with copper-nickel alloys and consider- 
ing sulfuric acid as the acid, and dissolved oxygen as the oxidizing agent, 
the maximum ratio of oxidizing agent to acid for the stainless steels is prob- 
ably not 1/100 of the value of the copper-nickel alloys. A state may easily 
be reached and often exists practically in the common acids and oxidizing 
agents on chromium-iron alloys, where this oxide formation practically stops 
the corrosion reaction. 

The most commonly distributed oxidizing corrosive agent is atmospheric 
air dissolved in water. A very large majority of cases of corrosion would 
be very much ameliorated were atmospheric air excluded and many cor- 
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rosions would entirely cease. Some air is present in almost all plant cor- 
rosive conditions and laboratory corrosion tests. When présent it is an active 
controlling agent and in the majority of cases it is the most active agent. No 
analysis of a plant corrosive condition can be correct without consideration 
of the effect of air or its absence, and no laboratory tests conclusive without 
an intimate knowledge of air conditions or a thorough means of removing air. 
A few illustrations follow. The ordinary corrosion or rusting of iron would 
cease under most conditions if air were excluded. The corrosion of copper 
and nickel alloys more noble than hydrogen, such as Monel metal, of bronzes, 
and of acid-resisting brass by strong mineral acids such as sulfuric and hydro- 
-chloric, which these metals are commonly used to handle, would entirely 
cease without the presence of air; other oxidizing agents will cause corrosion 
here but are ordinarily absent in industrial practice. In the acid pickling 
of steel where corrosion proceeds at the enormous rate of 1,000,000 mg. 
‘per sq. dm. per day with rapid evolution of hydrogen, an efficient air-saturat- 
ing device speeds up the reaction rate from 10 to 20 per cent. Some 
chromium-iron alloys will remain permanently in contact with acids in con- 
tact with air but are corroded rapidly by the same acids if air is excluded. 

The air content of corroding solutions is not easy to determine. The 
known methods of analysis are difficult of manipulation and inaccurate in 
inexperienced hands. Therefore it is expedient to be able to estimate with 
some definiteness the main factors in connection with the presence of air in 
corroding solutions. A fundamental point in such estimation is the very 
dilute solutions possible under ordinary atmospheric conditions. While air 
is a relatively strong oxidizing agent, its action is often so slow as to be 
unnoticeable because of its low solubility in water. At ordinary tempera- 
tures oxygen is practically inactive unless dissolved, and the strength of a 
saturated solution at 70° F. is less than 1/1000 of 1 per cent and at 140° F. 
only half of that strength. 


Another matter for consideration is the rate at which air may enter or 
leave water. Figures from which practical conclusions may be drawn on 
this point are not available, but as compared to the rate at which air may 
be removed at a corroding metal surface, the rate at which it may be replen- 
ished at a solution-air surface is quite small. In an ordinary metal tank 
open to the air containing an unagitated solution which corrodes it the air 
content may only be a few per cent of saturation except right at the water- 
line. Fresh solution’ drawn into the tank may be air saturated or not depend- 
ing on whether it is handled in corroding piping and whether it is churned 
up with air in pumping or pouring into the tank. Water handled in such 
closed systems as household heating plants and power boilers will be par- 
tially free from air due to corrosion, and the air admitted in solution will 
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be rapidly exhausted by corrosion and the amount of corrosion will be 
largely proportional to the air which is admitted. 

Solutions contained in wooden tanks may often be air saturated, par- 
ticularly if handled for long periods in contact with air or through cen- 
trifugal pumps with air leaks or poured from one level to another in such 
a way as to carry bubbles of air underneath the surface. Air saturation by 
mechanical means is rather a slaw process and requires an efficient device 
for breaking up the air stream into small bubbles and distributing them 
through the solution. 

Obviously the low concentrations of air which can exist mean that rate 
of supply of air to the corroding surface is quite dependent on some move- 
ment. It is a known fact that in cases where the corrosion is governed 
largely by the air content as in steam condensers, rapid movement causes 
unusual acceleration. 

The presence of some common impurities in small amounts may affect 
the air content. Many organic compounds such as foods, fats, and sugars 
will react with dissolved oxygen removing it from solution. Dyeing and 
bleaching materials are often oxidizing or reducing. Many forms of bac- 
teria “breathe” oxygen thus removing it. _ 

Another widely distributed and important oxidizing agent is iron in 
solution. Soluble iron compounds exist easily in an oxidized or reduced 
state depending on their contact with the air. One-thousandth per cent 
of iron in water gives an oxidizing capacity several times that due to the 
solubility of air and such water is corrosive practically in proportion. Other 
oxidizing agents will of course produce the same effect but iron salts are 
most common. In corroding metals these salts tend to produce soluble 
metal salts rather than oxides and therefore do not form protective films 
as readily as some other oxidizing agents. However, while iron salts will 
often increase the corrosion of a wide range of corrosion-resisting alloys 
they are, with the chloride rather an exception, protective to stainless steels 
and some bronzes. Being easily hydrolyzed iron salts produce acid solu- 
tions and this faculty increases their corrosive effect tremendously. 

The corrosion of any iron structure may produce soluble iron salts, and 
the general use of iron in construction increases the distribution of this 
corrosive agent. A typical example of this is the corrosive nature of mine 
waters. Iron is usually present in solution in such waters and their acidity 
is often due to hydrolysis of the iron salt. Such waters are very corrosive 
and this destructive action is typical of the combined action of acid and 
oxidized iron solution. 

_Copper salts have the same facility as those of iron for existing in the 
oxidized or reduced state. In proportion to their distribution they are just 
as corrosive. They have less tendency to produce protective films and in 
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addition to their direct effect they may precipitate by contact on many metals. 
The precipitation is a form of corrosion and the copper deposit increases cor- 
rosion galvanically. Silver and other noble metals often act as oxidizing 
agents being easily reduced to metallic form from solution. Like copper 
they tend to accelerate the corrosion of many metals galvanically, and are 
therefore dangerous corrosive agents. They are only protective when 
deposited in an impervious coating. 

The ordinary run of oxidizing salts among which may be listed nitrates, 
chromates, chlorates, permanganates form neutral solutions when dissolved 
in water. They are not particularly corrosive in these neutral solutions, 
but if present in connection with acids may be very active. Since they 
tend to produce oxides they readily cover the metal with protective oxide 
films and therefore probably act as inhibitors more often than accelerators. 

Solutions of the halogen gases, chlorine, iodine, fluorine, bromine, are 
extremely active corroding agents in acid solution, often in neutral, and 
sometimes in alkaline solution. Chlorine in slightly alkaline solution is 
widely used as a bleaching agent and is quite corrosive. Because fhe oxidiz- 
ing action of these gases produces soluble salts their protective effect is 
very slight. Other bleaching agents such as hydrogen peroxide and sodium 
peroxide are oxidizing and therefore actively corrosive. 

It shouldbe noted that the “strength” of the oxidizing agents is not a 
criterion of their oxidizing effect. Chromates are stronger oxidizing agents 
than iron salts, that is chromates will oxidize iron salts, but the latter cause 
more rapid corrosion. In the same way the nitrates are in a higher state 
of oxidation than nitrites but the nitrites are much more corrosive. The 
criterion is a rather vague or at least unmeasured property which may be 
designated as “ease” of reduction or decomposition. Oxidizing agents of 
a relatively unstable type are the most destructive as corrosives. 


NATURAL WATERS 


The corrosive effects of natural waters are largely affected by their 
appreciable content of other materials than water, absorbed by their contact 
with rocks and soil. Sea water may be considered an average concentrate ~ 
of natural waters, but from a corrosion standpoint its high concentration 
causes action so different from other natural waters that it will be mainly 
considered under the chemical salts and brines. 

' Natural waters other than sea water may be very different from each 
other, both in the quantity and kind of foreign material they carry, depend- 
ing upon the kinds of earths with which they have been in contact and the 
length of time they have been in contact. They may be acid or alkaline in 


reaction, may contain oxidizing or reducing agents, and their electrical con- 
ductivity may vary in a wide range. 
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Distribution of Pits over Sheet Surface. Natural Size. 


PITTING CORROSION 


The commercially homogeneous surface of this alloy sheet was pitted 
due to slight surface inequalities or floating particles from the solution. 
Pitting continued due to the adhering corrosion product. 
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With so much variation in these rate factors variation in corrosive effect 
is to be expected. In the case of the corrosion of iron and probably other 
metals, the variation in ability to form protective films is large and the effect | 
of these films may be a controlling factor above all the others. 

The corrosive action of water varies principally with its acid content,” 
its air content,” °° 48 and its ability to form films. 

The decomposition of animal and vegetable matter produces acids which 
although weak in hydrogen-ion concentration may be very destructive in 
corrosion. Waters which have been in contact with these acids as they 
exist in soils ordinarily known as “acid” soils, will have a high acid content 
and will corrode by their acid reaction. 


Waters which have been in contact with dry soils, low in acid, are liable 
to be alkaline in reaction and from this standpoint will not be corrosive. 
However, these dry soils may give up salts and oxidizing agents in some 
cases which are corrosive. 


The oxygen of water is one of its most variable corrosive contents. 
Water which has been underground for long periods, particularly if it has 
been in contact with metallic or carbonaceous reducing agents, may be quite 
free from oxygen. Surface water in running streams and shallow ponds 
may carry oxygen up to saturation. Deep lakes and the ocean contain con- 
siderable oxygen at the surface and little or none at depth. Water confined 
in metal pipes, particularly iron pipes, loses its oxygen rapidly by corrosion 
and thus loses its corrosive power. These naturally occurring variations in 
oxygen content will often change the corrosion rate by several hundred 
per cent and under laboratory control may change it by 1000 per cent. 
While the oxygen content is not ustially determined in- water analysis, a 
knowledge of its amount is essential to a knowledge of the corrosive effect. 

The surface of metals immersed in natural waters is liable to become 
covered by a film or protective condition which slows down corrosion tre- 
mendously. In fact it is probable that if the surface of iron, aluminum, 
possibly nickel and many other metals were kept free from such a film their 
life would be very much shorter than is commonly experienced. The nature 
of this film or condition has been given considerable study during recent 
years and some of the laws governing its formation and preservation are 
becoming known. The investigations aimed directly at measuring the com- 
position and physical properties of the film have been somewhat inconclusive, 
Probably the best opinion on this matter visualizes the film as an oxide of 
the metal existing in so thin a sheet as to be unweighable and transparent to 
light. It is possible that research into these questions is too far from the — 
practical or tangible for discussion in this work. Oxide films without weight 
or color are not things of common experience. 


———— 
| 
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On the other hand, some of the conditions under which metals become 
passive in waters have been determined together with corrosion rates in 
the passive active and intermediate states. Waldron and Groesbeck, as 
quoted above, and in as yet unpublished work, for instance, have been able 
to duplicate in the laboratory the seasonal variation of corrosion of Wash- 
ington city water and identify it with specimen surface conditions. This is 
done by manipulation of the oxygen and calcium carbonate contents of the 
water. Their results seem to explain certain practical features of natural 
water corrosion which have caused much speculation in the past. 

These findings are in good agreement with the action which would be 
expected from the general considerations discussed under “Acids” and 
“Oxidizing Agents,” and well illustrates the two opposite effects of oxygen. 
Where sufficient acid is present the corrosion rate increases with the oxygen 
supply to the surface. Thus it increases with the dissolved oxygen content 
of the solution, and with the velocity of movement. However, under many 
conditions the air supply can be too large relatively for the acid content and 
when this happens the corrosion rate diminishes as the oxygen increases, 
apparently because the surface becomes passive. This action may be due to 
the formation of a protective film and it may be considered as a form of 
the reaction of oxygen which produces and maintains the cathodic areas of 
concentration cells. The cathodic effect here exists to the exclusion of the 
anodic effect and thus inhibits corrosion. 

In the case of iron in natural water the presence of a practically saturated 
solution of calcium carbonate aids in the protection of the metal. In water 
with high calcium carbonate content oxygen produces passivity with much 
greater ease than when the calcium carbonate is low. Therefore in the case 
of iron at least, and probably other metals, calcium carbonate has a protec- 
tive effect modified by the relative concentrations of oxygen and acid. This 
effect is again chemically logical. The reaction of oxygen with metal in 
corrosion removes acid from solution, in this case carbonic acid. This 
removal precipitates calcium carbonate which is less soluble when the acid 
is removed. This precipitation at the metal surface forms a basic carbonate 
film protecting against corrosion. The recent work mentioned shows the 
practical importance of this action in governing corrosion in Washington 
water and due to the natural prevalence of'a saturated condition with respect 
to calcium carbonate the findings must be widely applicable. 


Natural waters are also much in contact with silicates of various types. 
Certain silicates inhibit corrosion and are used commercially for this prop- 
erty. Since the solubility characteristics of silicates are not as clear as of 
calcium carbonate it is not possible to formulate their action with positive- 
ness. However, it seems obvious that in waters saturated with silicates these 
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compounds have an important part in the natural protection of metals from 
corrosion. 

“Reduced” sulfur compounds, particularly hydrogen sulfide, are often 
present in waters coming from deep in the earth. As described elsewhere 
these compounds are very corrosive and their presence in water is usually 
quite destructive to metals. Their effect is quite variable and is related to 
the oxygen supply. Waters from great depth from which the oxygen has 
been thoroughly removed may contain high sulfur and be corrosive by their 
acid reaction entirely. As these waters reach the surface and are supplied 
with oxygen the forms of corrosion change entirely and the rates usually 
increase. 

While it may be considered that natural waters are mild corrosives in 
comparison with concentrated acids, brines, etc. it is to be expected from 
the wide variation in its contained materials, both which cause corrosion and 
which protect against it, that the corrosion problems in connection with such 
waters are relatively complicated. 


CHEMICAL SALTS AND BRINES 


Each chemical salt or brine is a separate corrosion problem and the 
reactions which take place are dependent on the salt and the metal concerned. 
In considering such specific corrosions it is well to realize that each case has 
these individual characteristics. It is only possible here to discuss certain 
useful generalizations. 

Following the general rule for chemical reactions water is usually neces- 
sary for corrosion to proceed. Thus perfectly dry salts are practically non- 
corrosive at ordinary temperatures. Ordinarily commercial dry salts are not 
very corrosive and their action is multiplied many times in the presence of 
appreciable moisture. 

Certain salts in their water solutions will produce corrosion according 
to characteristics discussed elsewhere, namely, acid, oxidizing agent, active 
sulfur compounds, or alkali. Salts which are oxidizing agents or which con- 
tain the active sulfur compounds should be considered under these heads. 
Many salts hydrolize when dissolved to give an acid or alkaline reaction 
and their corrosive action is then typical of the acid or alkali concerned. 

Concentrated salt solutions are good electrical conductors as a rule and 
this has an important bearing on their corrosive effect. Good electrical con- 
ductance encourages electrolytic corrosion by galvanic and concentration cell 
action and such corrosion may be expected if there is any tendency toward 
it due to the presence of different metals or variations of concentration due 
to the shape of the apparatus or other cause. 

The solubility of corrosion products is an important factor in corrosion 
because the presence of insoluble corrosion products reduces the ability of 
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the corrosive to make continuous contact with the metal. Some salts are so 
constituted as to produce mainly insoluble reaction products with the metals 
and with others the products are largely soluble. The chlorides, bromides, 
and fluorides (halides) are quite soluble and tend to be corrosive. Metal 
compounds of the silicates and carbonates are insoluble and these salts are 
less corrosive than the halides. Ammonium compounds tend to form soluble 
double salts with the metals and therefore are quite corrosive. 

Such a general rule must be subject to many exceptions due to special 
conditions. For instance, the tendency for the formation of insoluble prod- 
ucts is often a tendency to produce passive or cathodic areas which, if anodic 
or active areas continue to exist, cause destructive local electrolytic cor- 
rosion. For this reason mild corrosive conditions are often accompanied to 
a greater extent by local corrosion than more drastic ones. 

The most widely occurring salt is sodium chloride or “common salt.” 
The corrosion reactions of this salt are illustrative of chemical salts which 
do not have such specific corrosive properties, as for instance, an acid reac- 
tion. The salt does not hydrolize to produce acid or alkali and it does not 
contain oxidizing agents or sulfur. On the other hand it has the properties 
which tend to produce corrosion by chemical salts. It is highly soluble in 
water and since most chlorides and salts of sodium are also soluble it tends 
to produce soluble corrosion products. It is a good conductor of electricity 
and is therefore favorable for the formation of galvanic and concentra- 
tion cells. 

Sodium chloride does not ordinarily react direct with the commercial 
metals, but due to its favorable electrolytic and solubility properties even 
traces of materials which can set up a reaction will produce serious corrosion 
in salt solution. With metals of high solution pressure such as aluminum 
and zinc, reactions may go forward with nothing else present but salt and 
water. 

All the ordinary rate factors have strong effects on corrosion by salt 
solution. The presence of a slight amount of acidity and of oxygen in solu- 
tion will cause rapid action on metals otherwise practically immune to salt. 
Increase in temperature increases corrosion. Galvanic effects are very 
severe and the starting of a concentration cell pit produces rapid corrosion 
where there has been none before. The passive effect of films is very posi- 
tive, and film-forming inhibitors will often stop corrosion. Movement has 
its maximum effect both in furnishing corrosive to the surface and distribut- 
ing inhibitors and dispersing concentration cells. 

Sodium sulfate solution, having a lower conductivity and forming metal 
sulfates of generally lower solubility than the chlorides, is less corrosive and 
less acutely susceptible to the rate factors. Calcium chloride has lower con- 
ductivity and the calcium salts are less soluble. At the same hydrogen-ion 
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concentration and oxygen content calcium chloride is less corrosive, but 
due to hydrolysis of calcium chloride to form acid and to the greater solu- 
bility of oxygen in calcium chloride solution, calcium chloride refrigerating 
brines are often more corrosive than sodium chloride brines. 

Sea water is a special case of salt corrosion and so many tests have been 
made on it and so much unrelated experience built up that the writers hesi- 
tate to generalize on it. Sea water produces a large amount of corrosion 
and most of this occurs in harbors. The waters of harbors are more variable 
in constitution than the open sea and, as arule, more corrosive. The natural 
corrosiveness of sea water is increased in harbors by corrosive impurities, 
acids, oxidizing agents, sulfur-bearing organic materials, etc. The natural 
dilution of harbor waters also produces an unsaturated condition with respect 
to calcium carbonate and any other film-forming constituents and thus pre- 
vents the formation of protective films. 


Corrosion by sea water is complicated by the presence of animal and 
vegetable life. Surface sea water is usually saturated with oxygen. Oxy- 
gen is used by marine growths and the oxygen disappears at depths which 
vary with currents and the amount of growth. 

Many marine growths adhere to metal and other ob jects and set up direct 
action or concentration cells by their presence. A barnacle attached to a 
metal surface is a complete concentration cell and its interior free from any 
corrosives that act directly on the metal, particularly dissolved oxygen, and 
with its shell forming a conducting screen to keep this anode producing 
solution separated from the cathodic solution outside. The exact outline 
of a barnacle may often be seen accurately etched into a metal surface and 
barnacles may start pits which penetrate deeply. 

The corrosion of marine and shore steam condenser tubes is a serious 
sea water corrosion problem, this being one of very few cases where an 
unprotected metal is used in actual sea water contact. The corrosion of 
condenser tubes is obviously greater in harbor waters than on the high seas, 
1s greater at high temperatures and velocities than low and is obviously sus- 
ceptible to galvanic and concentration cell effects and the presence of dis- 
solved oxygen. Turbulence of motion at ‘the inlet end will produce very 
rapid corrosion, particularly so if much dissolved air is present. Any slight 
defect in the tube surface is a potential anode and while condenser tubes may 
pit without defects, their presence is usually fatal. 

These generalities illustrate the many sides of corrosion by the chemical 
salts. It seems impractical to attempt detailed analysis of the many reac- 


tions involved. However, there is evidence in the illustrations that certain 
general laws are applicable. 
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ORGANIC CoMPOUNDs AND Foop Propucts 


Organic compounds as a class are not active corrosives. They do not 
1onize in their water solutions to produce acids and are not oxidizing agents. 
They are usually non-conductors of electricity. 

Compounds containing sulfur or chlorides may react directly with metals 
to cause corrosion but the general run of oils, alcohols, paraffins and ben- 
zenes are relatively non-corrosive. 

Dyeing solutions are often corrosive but this activity is usually due to 
inorganic acids or oxidizers used in conjunction with the actual dye com- 
pounds. Many dyes change shade with the slightest content of metal salts, 
being even more sensitive than foods to metal contamination. Thus the cor- 
rosion problems in dye plants need careful solution, but they involve analysis 
of the common acids and chemicals present rather than the dyes themselves. 

The petroleum industry, likewise offers many complex corrosion prob- 
lems, largely connected with inorganic compounds. Only at high tempera- 
tures do the oils themselves react destructively. 

Food products range from the weakly alkaline solution of many cooked 
vegetables and meats to a definitely acid condition in many fruits and in 
sour milk. Some foods contain weakly active sulfur compounds and most 
of them are reducing rather than oxidizing in their reactions. In the storage 
of foods low temperatures and freedom from oxygen are desirable and 
these conditions are favorable for the prevention of corrosion. 

In considering corrosion by foods a contrary angle of attack to that 
ordinarily made is necessary. The question is not one of deterioration of 
the metal but rather of the effect of the metal on the foods. While this 
angle needs consideration in the handling of many chemicals, waters, and 
dyestuffs, it is of paramount importance in the case of foods. In most cases 
this means a different order of magnitude in the allowable corrosion rate 
from the limits for metal deterioration. An amount of corrosion almost 
undetectable and at least unimportant in metal deterioration is often so high 
as to be ruinous to a delicate food. For instance, minute amounts of iron 
will largely affect the color of cherries and wines and a small amount of 
zine will change the flavor of milk. 

Much has been written and said on the harmful effects of metals in foods 
on the health of consumers. This is not a subject to be passed over lightly. 
However, in certain cases the dangers of metals in foods have been exag- 
gerated, possibly for commercial reasons. Aside from certain known poi- 
sonous compounds which contain metals, foods will be so changed in appear- 
ance or flavor as to be unpalatable before the metal content reaches an 
unwholesome amount. Some metals are a usual and necessary constituent 


of foods. 
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In the preparation of foods by boiling or steaming, conditions are nor- 
mally weakly alkaline or acid and the oxygen supply is low. While the cor- 
rosion rate will be small it is necessary that there be practically no corrosion 
in most cases. If handled in closed containers without access of air there 
is so little tendency for corrosion that metals are suitable which would cor- 
rode otherwise, but even in vacuum pans corrosive conditions are more severe 
in the atmosphere than below the solution level. These mildly corrosive 
conditions tend to encourage pitting of metals in long service. Pitting is not 
permissible because of the danger of deterioration of food being held in the 
pits. To prevent pitting, properly selected metal without defects is 
necessary. 

When moist food is laid on tables, the area under the piece or mass 1s 
shielded from air while the edges of contact with the metal are well supplied 
with air. This condition is ideal for the propagation of oxygen concentra- 
tion cells and is liable to produce corrosion in the shielded area, particularly 
close to but just inside of the air contact. The activity of the cells depends 
on the corrosiveness of the food and is at a maximum with acid fruits and 
minimum with neutral vegetables. The presence of salt and to a certain 
extent sugar increases the conductivity of the liquid present and thus pro- 
duces more corrosion. 

This type of attack on metals is common where moist drops.or masses 
may be on a surface. The edge of such masses is cathodic and an area just 
inside of this cathodic area tends to be locally corroded. The effect is readily 
noted with drops of salt solution on-metals. The presence of solid foods 
in the mass exaggerates the condition because the cellular solid prevents dis- 
tribution of the oxygen while allowing the passage of electric current. 

The frying of foods in grease is not a corrosive condition and little metal 
effect can be expected from this source. 

Fruits as a whole as well as a few other foods contain sufficient acid to 
produce reaction with metals. The color and taste of fruits are due to deli- 
cate chemical compounds easily affected by metallic contamination. The 
common fruit acids, malic, tartaric, lactic, and citric and acetic seem roughly 
to be more corrosive than would be expected from their low hydrogen-ion 
concentration. Quite rapid attack may oceur in some cases. As would be 
expected the action is much more rapid in the presence of air. Fortunately 
the corrosion which would obtain were the acid present by itself in the same 
concentration as in the fruits, is inhibited by other constituents. To attempt 
to explain this useful inhibition in detail would be guess work. However, 
in the case of milk, casein is known to exist in colloidal dispersion and when 
milk is heated in an ordinary dairy surface heater a palpable protective film 
is formed which is largely casein. It seems probable that any such colloidal 
dispersion would inhibit corrosion and that a slight electrical disturbance 
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such as occurs in corrosion might be expected to precipitate the colloid as 
a protective film. 

Milk, a major food product, is one of the largest quantity liquids of 
commerce. Sweet milk is slightly acid with lactic acid and as it is handled 
in bulk in contact with air is often air saturated. In this condition it is rather 
corrosive to metals. Being very sensitive to contamination the allowable 
metal corrosion is very small and only metals proven to be free from action 
on milk can be used with it. In the manufacture of many dairy products 
milk is allowed to sour so that it coritains one per cent or more of lactic acid. 
With air present this gives a combination of acid and oxidizing agent which 
will produce rapid action on all but the most resistant materials. When 
milk is being heated a protective coating tends to form on metals with which 
it is in contact, but this film does not form during the cooling process. 
Cheeses and other dairy products are corrosive in proportion to their acid 
and air content. 

In the preservation of foods it is common practice to seal them in closed 
containers out of contact with air. While certain foods will cause corrosion 
and will deteriorate under such treatment a very large number can safely be 
sealed in metal cans for long periods. It has been common practice to use 
tin-coated steel cans for this purpose and during recent years the number 
of foods so stored has increased and their quality has improved. In some 
cases the metal cans are coated with appropriate lacquers. 

The freedom from corrosion on the inside of cans is due to the complete 
absence of atmospheric oxygen and illustrates the inherent dependence of 
corrosion on oxygen. Another interesting point which aids in preventing 
destructive corrosion is that in the interior of cans in many foods the tin 
instead of being cathodic to iron as is the case in the atmosphere and in 
salt brine is anodic. Thus a slight perforation of the tin plate is sealed up 
and does not cause perforation of the can. 

Certain foods among which may be mentioned clams and pineapples are 
corrosive to an extent not readily explainable by their chemical constitution. 


H1GH-TEMPERATURE OXIDATION 


Corrosion by atmospheres at high temperatures is a distinct phenome- 
non from that at ordinary temperatures. The mechanism is so different 
and so complicated as to make it rather a separate study and yet because of 
certain similarities and connections, it may be logically connected with our 
main subject. Possibly the fundamental difference is the absence of liquid 
water in the system. This is a particularly vital distinction since most other 
corrosion reactions are mainly dependent on water solutions of the corrosive 
agent. Another major quality of high temperature oxidation is the mobility 
of the reacting materials in gaseous and mobile solid solutions which serve 
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instead of water solution to produce the contact necessary for reaction. 
Reaction velocities are also much higher, so that the rates of actual oxidation 
are retarded by physical rather than chemical resistance. 

The outstanding feature of high temperature oxidation is the effect of 
the film formed in controlling the course of further action. It is usually 
true that oxidation produces a film which is protective to a measurable extent. 
In the case of oxidation of several metals by relatively homogeneous atmos- 
pheres, the rate of attack diminishes with the time, the attack rate being 
proportional to the square root of the time. This is the relation to be expected 
were the reaction dependent upon the reactants making contact by diffusion 
through a separating medium * %8.and is attributed to this cause. While 
it is natural to expect oxygen to be the reagent which: diffuses, it has been 
shown at least in the case of iron, that the iron diffuses also and builds up 
scale on the outside of the existing surface 4 1?. 18, 33 rather than oxidizing 
at the surface of the metal and forcing the pre-existing scale away. Where 
the process of scale or oxide film formation becomes complicated or non- 
uniform, the rate of oxidation varies and does not follow such a simple rela- 
tionship with the time, but the rate continues to depend on the properties 
of the scale. If an alloy forms oxides which will react with each other or 
with one of the metals, the relations become complex. Complicated or 
changing atmospheres cause the same effect, and increase the rate of attack. 
In some cases where the scale formed is loose and porous the rate does not 
vary with the time but remains constant. Where the physical conditions of 
exposure are such as to damage or modify the scale as in furnace parts bear- 
ing mechanically on each other or being quenched periodically, no mathe- 
matical treatment of the scale protection problem is practical. 

In some alloys scale formation is a complicated process, including dif- 
fusion of gases and metals both in the scale and in the metal itself. There- 
fore, in binary systems the rate:time relation is apt to be uniform near the 
ends of the system but in a central range the reactions become complex, 
the scale is not uniform and oxidation rates are uneven. This is true in air 
oxidation of copper-nickel 37 alloys and copper-zinc ® alloys. In the case of 
copper-zine alloys the oxide coat is nearly free from copper on composi- 
tions containing less than 86 per cent copper. This must entail quite com- 
plicated diffusion processes resulting in retention of the copper in the parent 
metal. In alloy steel, analysis of the distinct scale layers which form 33: 34 
show segregation of metals which come from interaction between oxides 
of different metals with selective diffusion as well as from interchange of 
oxygen between oxides. The interacting oxides may be in contact but they 
can react through differing vapor pressures without solid contact. 

In alloys of iron which have unusual resistance to oxidation, such as 
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alloys with chromium, nickel, and aluminum, the type of scale is very much 
modified and the actual rate does not follow mathematical laws. 

As in corrosion at room temperatures the rate of attack increases with 
the temperature. This increase in typical cases may amount to doubling the 

ratein 167° F. This effect is modified by the effect of temperature on solidi- 
fying the scale. If higher temperatures consolidate the oxide making it less 
permeable the rate decreases. In most cases the scale will disintegrate by 
melting or vaporizing as the temperature is raised, causing an abrupt rise 
in oxidation rate. The type of scale may change at transformation points 
causing a break in the temperature-rate curve. 

The concentration of the oxidizing or corroding agent at the active sur- 
face affects the rate in the same way as in low temperature corrosion. If 
the concentration is so low that the oxidation seriously depletes the atmos- 
pheric film in contact, increase in rate of movement of the atmosphere 
increases the attack.1:3° Above a rate of movement sufficient to keep the 
concentration constant at the interface there is no further effect. 

The constituents of the atmosphere have of course very great effects 
and these have not yet been reduced to reliable generalizations. It seems 
that oxygen, air, carbon dioxide and water vapor produce rates of somewhat 
the same order of magnitude, with the effect of water and oxygen possibly 
twice as great in a moderately high temperature range as air and carbon 
dioxide. Water is a catalyst for almost all reactions ** and this seems 
to hold true in these cases. Oxidation by air, oxygen, carbon dioxide and 
sulfur dioxide is increased by the presence of water vapor.*?: 72 On some 
metals certain proportions of carbon dioxide, steam and air act together to 
produce maximum effects. 

Hydrogen sulfide and sulfur dioxide are most destructive constituents 
in many furnace atmospheres. Under oxidizing conditions hydrogen sul- 
fide will oxidize rapidly to sulfur dioxide. The action of these gases is 
most rapid when present under such conditions, that is with other sources 
of oxygen present. However, they can react direct with many metals to 
form sulfides and another oxidizer is not necessary. Sulfur dioxide, for 
instance, will react completely with nickel to form nickel oxide and nickel 
sulfide. Metal sulfides in general have relatively low melting points and 
thus are not protective and may destroy the protective value of oxide films 
containing them. Possibly due to this fluidity sulfur tends to produce inter- 
granular deterioration as well as surface attack, especially on metals under 
strain.2® 3.34 By and large the combination of sulfur dioxide and water 
in the same atmosphere seems to be an exceptionally active condition in 
ordinary furnace atmospheres, and several other combinations are more 
destructive than either of the gases by themselves. Rates may change with 
these combinations as much as 10 to 1. It should be noted that in many 
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furnaces, gases do not reach equilibrium and that the resulting variable 
action on metals destroys the continuity of protective oxides and so increases 
the attack. 

Hydrochloric acid which has been found in some atmospheres, can 
increase the normal oxidation rate by as much as sixty-five times. The 
result is mainly catalytic and would not be detected by examination of the 
oxide. While this gas may not be a common constituent of furnace gases, 
its startling effect indicates the value of thorough knowledge of the furnace 
atmosphere. 


SULFUR COMPOUNDS 


Sulfur with its compounds is to be ranked near to the all-pervading oxy- 
gen in its corrosive effects. Like oxygen, sulfur combines directly with the 
metals and with hydrogen. It might thus be classed with the other-oxidiz- 
ing agents but because it also acts chemically as a reducing agent, both as 
free sulfur and in many of its compounds and because of other chemical 
peculiarities it needs separate consideration. 

Sulfur ranks with oxygen in chemical affinity for the metals. Many 
metals occur in nature as sulfides, and as with the oxides there is a constant 
tendency for them to return to the natural state. The metals alternate with 
a certain amount of regularity in their affinity for these two corrosive ele- 
ments. However, uncombined sulfur at room temperatures does not react 
in corrosion to the same extent as oxygen, probably mainly because it is 
completely insoluble in water. In order for it to become active at these 
temperatures, it must be in a soluble form and it takes this form by com- 
bination with other elements. 

In corrosion sulfur ordinarily. appears as hydrogen sulfide, H,S, or 
sulfur dioxide, SOs. -SOs, the anhydride of sulfuric acid, also appears 
widely in corrosion but its action is like that of the other strong acids rather 
than the sulfur compounds, and it is considered in that section. In spite 
of the fact that H,S, SO, and SO, represent three advancing stages of 
oxidation, the intermediate compound, SO,, is by far more active as a cor- 
rosive oxidizer than either of the others. This property of a partially oxi- 
dized or unsaturated oxidizing agent being more active in the oxidizing or 
cathodic part of the corrosion reaction is something of a general phenome- 
non and is worthy of consideration. Nitrous acid, for instance, is more cor- 
rosive than nitric and not as prone to produce passivity. Many other com- 
plicated sulfur compounds exist. They contain more sulfur or oxygen 
atoms and are to be classed roughly with H,S and SO, as corrosives. 

Sulfur dioxide, the common form of sulfur in the atmosphere, usually 
corrodes metals with the formation of sulfates. Sulfates are the largest con- 
stituent of atmospheric corrosion products after the oxides and hydroxides. 
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In water solution sulfur dioxide furnishes both sufficient acidity and 
oxidizing power to produce rapid corrosion on most metals. It will react 
with nascent hydrogen practically as readily as does oxygen with the pro- 
duction of water and hydrogen sulfide. At the same time the sulfurous acid 
formed by its combination with water liberates a considerable concentra- 
tion of hydrogen ion. This gives it the necessary requisites as described 
under acids and oxidizing agents to produce corrosion. As contributing to 
the oxidizing part of the fundamental acid and oxidizing reaction of cor- 
rosion, sulfur dioxide is nearly as active as oxygen. Because it is many 
times more soluble than oxygen it can reach the metal surface in larger 
quantities and thus in many cases it is more destructive than oxygen. 

Sulfur dioxide is used sufficiently in chemical industry, for instance, 
the paper industry, to make its corrosive properties in concentrated form 
a serious problem. However, probably it is most often met with as an 
impurity or small constituent in corrosive mixtures. Its presence in the 
atmosphere is usually high in the vicinity of towns and industrial plants 
where it is produced in the combustion of fuels. Its corrosive effects are 
evidenced by the obviously high corrosion rates on roofs bathed in smoke 
and in any place where smoke is cooled sufficiently so that moisture can 
condense. For instance, in scrubbing towers for cleaning the products of 
combustion, sulfur dioxide has been found to corrode destructively almost 
all of the common corrosion resisting alloys. The prevalence of sulfates, 
which are the major product of sulfur dioxide corrosion, in all atmospheric 
corrosion products in thickly settled areas is mentioned elsewhere. 

Sulfur dioxide in small quantities is also often present in ground waters, 
particularly “mineral” springs. As a product of oxidation of hydrogen 
sulfide, it is often present in conjunction with hydrogen sulfide in the many 
places where this gas is found. 

Hydrogen sulfide is present in many ground waters, including sea water. 
It is produced with allied compounds by bacterial action in the decomposi- 
tion of vegetable and animal matter and is thus widely present in soils, air 
and water. While in water solution it is a weaker acid than sulfur dioxide, 
it is still sufficiently acid to produce corrosion on many metals. However, 
because it can only satisfy the cathodic or oxidizing requirements of the 
fundamental corrosion reaction weakly, if at all, it is not as corrosive as 
sulfur dioxide. 

Hydrogen sulfide is often present in crude oil deposits and its occurrence 
and corrosive action in the drilling and refining of oil are illustrative of its 
properties. It is present at the bottom of oil wells as a by-product of the 
decomposition processes which produce the oil. While it exists in the pres- 
ence of salt brines there is no oxygen or cther oxidizing agent with it. In 
this condition it is corrosive to iron and other non-acid resistant alloys 
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whereas nickel and acid-resistant nickel alloys are relatively unattacked. 
When pumped to the surface it comes in contact with air and becomes very 
much more corrosive to the acid-resistant alloys. At the surface the order 
of usefulness of metals in resisting the corrosion is quite different from the 
order in the same waters at the bottom of the well. This is because the air 
has furnished such an excess of reagent for oxidation that the relatively 
weak acid condition is overshadowed. Sulfur dioxide is also gradually pro- 
duced in contact with air furnishing a new corrosive constituent. 

The oil itself, while still containing sulfur, is not corrosive at ordinary 
temperatures but when heated to cracking temperatures the: sulfur reacts 
directly with metals and again does much damage. Hydrogen sulfide is pres- 
ent in swamps and places where decomposition occurs and is responsible 
for much of the corrosion in connection with them. Bacteria in lakes and 
the ocean produce sufficient hydrogen sulfide to aid in the corrosiveness 
of the water. 

The distribution of sulfur is so wide that no corrosion problem should 
be considered answered unless it is definitely known whether or not it is 
bere ALKALIES 

In corrosion by alkalies one of the principal and most universal cor- 
roding factors is absent by definition. That is the hydrogen-ion concen- 
tration is low. In addition to this the hydroxides of the metals are often 
insoluble, particularly under oxidizing conditions. Thus the alkalies are 
not nearly as universally corrosive as the acids. Their corrosive effect is 
usually due to special or individual chemical affinities and is thus not as 
readily subject to generalization as acid corrosion. 

Ordinarily the particular types of corrosion which occur readily in acid 
are stopped by the presence of alkali. For instance, the corrosion of iron 
in air-saturated solutions is relatively rapid when the solution is slightly 
acid. If alkali is added to such a solution it will usually stop the corrosion 
quite positively. Nickel is corroded at an appreciable, slow rate by hydro- 
chloric acid. The gradual addition of caustic soda to such a corroding solu- 
tion will slow down the corrosion through neutrality until, when definitely 
alkaline, the rate is a very small fraction of the original rate. The absolute 
rate both in acid and alkaline solution will depend on the amount of oxygen 
present. 

The most common corrosion reaction of alkalies is the formation of com- 
plex compounds in which the metal corroded tends to go.into the anion. 
Double salts, basic salts or double hydroxides may be formed. They are 
rather closely allied in type with sodium ferrate and sodium aluminate which 


are the products of corrosion of iron and aluminum corroded by caus- 
tic soda. 
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Thus iron and steel are usually corroded little or none by strong alkalies 
when: relatively dilute. At elevated temperatures and high concentrations 
such as exist in parts of the machinery used in concentrating caustic solu- 
tions, there is relatively rapid corrosion with the formation of sodium fer- 
rate and evolution of hydrogen. In the case of aluminum which is resistant 
to many acids the presence of alkali increases the corrosion even at ordinary 
temperatures and in dilute solutions. The reaction is accomplished by the 
evolution of hydrogen and formation of the aluminate of the alkali which 
is readily soluble in the alkali. The tendency for the formation of this com- 
pound and its ready solubility is of course the reason for the corrosive action. 

_ Some hydrates of copper are soluble in the solutions in which they are 
formed and such alkaline solutions will appreciably corrode copper. In the 
case of ammonia the highly soluble double hydroxide is formed and cor- 
rosion is relatively rapid. Double hydroxides of metals formed with 
ammonium hydroxides are quite common. As they are relatively soluble, 
ammonia is relatively quite a corrosive material although it is neither acid, 
strongly alkaline nor oxidizing in the usual sense. However, the formation 
of double compounds with metals and ammonia can take place without the 
presence of air or other oxidizing agent and corrosion can proceed in this 
way. Also in the presence of air, air enters into the corrosion reactions and 
accelerates them. 

Corrosion by alkalies is often characterized by pitting and localized 
attack. This would seem to be explained by the tendency for alkalies to 
produce cathodic films and thus concentrate the attack on given areas. The 
size and shape of pits will, of course, depend on the relative magnitude of 
the film-forming tendency and the rate of anodic reaction. A high film- 
forming tendency will force the anodic corrosion into small areas and pits 
will be small and deep and will penetrate relatively rapidly. 

Another undesirable phenomenon often connected with alkali corrosion 
is embrittlement by hydrogen. Hydrogen produced in caustic solution in 


- a nascent state, either by electric current or by corrosion will penetrate 


along the grain boundaries and react chemically with oxides and sulfides to 
produce permanent embrittlement. This effect has been principally observed 
on iron in alkaline boiler water but is also prevalent in strong alkalies on 
other metals. 
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A screen wire in which corrosion 
is caused by a seam fails completely 
while adjacent wires are relatively un- 
attacked. 


Section through above corroded 
wire showing the defects which caused 
corrosion, 


ly 


4 
Ne ape Mesdangalt 


CORROSION FOLLOWING DEFECTS 


Chapter IV 


Metal Corrosion Properties 


The evaluation of the effect of Metal Corrosion Properties which are 
allied, according to Speller’s? able classification, to the “factors internal to 
the metal” is difficult at the present time. This is mainly because of a dearth 
of data which existed for some years and to the difficulty of harmonizing 
some apparently divergent results in the more voluminous contemporary 
literature. It may be said, with the greatest appreciation of the diligence 
and usefulness of their work, that the task is not less difficult because some 
writers have apparently not taken the time to look at their own results with 
sufficient skepticism. For the same reason references in this chapter are 
mainly listed by name only. It is difficult to definitely allocate the abstracted 
summary herein to the various able workers whose publications have helped 
form its basis. 


CHEMICAL AFFINITY AND SOLUTION PRESSURE 


Most commercial metals exist in nature in the combined state. Their 
ores or natural compounds must be subjected to certain furnace and chemi- 
cal processes to bring them into the uncombined or metallic state. It thus 
follows that their natural tendency is to combine with other substances. 
This tendency of two materials to combine has been called chemical affinity 
and is measured in modern chemistry by the “decrease in free energy” of 
the system as the reaction proceeds. 

This natural tendency of a metal to combine with other substances is 
an inherent or typical property of each solid metal and its strength varies 
from one metal to another. Metals like zinc and iron have a greater ten- 
dency to combine with other substances than do copper and silver. Some 
metals, called the “noble” metals are so low in this tendency that they exist 
in nature uncombined or combined so loosely that reduction to metal is very 
easy. Examples are platinum, gold and silver. 

While this property is typical of the metal, it is also typical of the 
environment and the strength of the affinity (amount of free energy 
decrease) is a mutual property of the metal and the contact material with 
which it reacts.. This means that the order, among metals, of the tendency 
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to be dissolved by a solution of hydrochloric acid is not necessarily like the 
order of the tendency in industrial atmosphere, the major corrosive of which 
is sulfur dioxide. Some of the metals will be rated in different positions in 
their order of tendency to corrode under the two conditions, but on the whole 
there will be a rough parallelism in the orders. 

The actual rate of corrosion under such conditions will be very much 
more subject to variation than this tendency to corrode. ‘This is due to 
the various considerations discussed under rate and forms of corrosion, 
The tendency to corrode, however, is present in all metals in varying degrees 
while the way it is manifested depends on the environment. 

One of the phenomena of this tendency to corrode or chemical affinity 
is the solution pressure or solution potential of the metal. When in contact 
with a solution, for instance, the metal indicates its desire to react by a 
contact electrical potential. In many cases the relative value of this poten- 
tial can be measured against a standard electrode, such as the hydrogen elec- 
trode. The actual potential determined relative to a standard electrode will 
depend on the metal and on the solution in which it is measured. By mak- 
ing such measurements of the (reversible) potential of a metal in a pure 
solution of its own salts which contains a standard concentration of the 
metal ions or by calculating to such a value in the many cases where experi- 
mental realization is impossible, the metals can be arranged in an electro- 
chemical series in a more or less positive manner. Such a series can be con- 
sidered a median or average guide to the tendency of metals to corrode and 
may be applied, when the proper complicated calculations are made, to other 
solutions also, but its values and the mathematics of applying corrections 
ar€ not at present sufficiently accurate to predict without other data the 
practicability of particular corrosion-resisting uses. Thus, while this series 
of standard electrode potentials should be understood as of fundamental 
importance in corrosion, the mistake should not be made of drawing engi- 
neering conclusions as to specific corrosion-resisting properties of metals 
directly from it. 


This chemical affinity of metals for other substances produces corrosion 
directly on a homogeneous metal surface in a homogeneous solution and 
if either is not homogeneous, local or electrolytic corrosion may result. If 
two metals, such as zinc and copper, under standard electrode potential con- 
ditions are electrically connected to each other and their solutions are also 
connected a momentary electrical potential will exist equal to the sum of 
their standard solution potentials. Zinc will corrode more rapidly than if 
unconnected and copper will be deposited on the copper electrode. If both 
Copper and zinc are immersed in the same solution the potential will be in 
the same direction but will be different in value from that in the standard 
conditions. With metals close together in the standard series in the same 
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solution the direction of electrical pressure may be reversed from the 
standard so that the one lower in the series is corroded. 

Thus, the electrolytic corrosion of metals depends not only upon their 
standard potential but also upon their affinity for the particular electrolyte 
in which they are immersed. It follows that if a homogeneous metal is held 
in contact with two solutions for which it has different affinities, electro- 
lytic corrosion will result. Destructive corrosion with this variation in 
electrolytes as its major cause is very common, as in ordinary pitting. 

In considering this fundamental tendency of metals to corrode we are 
dealing with energy relationships. This energy tendency in actual practice 
must operate through a mechanism which overcomes many obstacles to the 
progress of corrosion. These obstacles are at times so effective that they 
are of more moment than the fundamental tendencies in determining the 
course of corrosion. They are largely film contact phenomena such as 
oxide and salt precipitation, concentration change during reaction and inter- 
diffusion of corrosion product and corrosive. 


OXIDATION PASSIVITY 


Possibly the most generally pervading retardant to the direct action of 
the energy tending to produce corrosion is the tendency for the oxidizing 
part of the reaction to build up a resistance which prevents corrosion. This 
resistance, while partly dependent on certain environments, is exhibited 
to an extent which is a property of the particular metal in question. Atten- 
tion has been centered on it by the development of the corrosion-resistant 
chromium alloys. Chromium, while it has a much higher combining affinity 
than, for instance, silver will retain an unchanged metallic surface im an 
oxidizing environment much longer than silver. On the other hand, in an 
acid environment, in the absence of oxidizers, silver is unaffected and 
chromium is rapidly decomposed. This oxidation passivity exhibited by 
chromium is present in all metals and is more prevalent in those with higher 
standard potentials. It is however, less uniform in its manifestations than 
chemical affinity. Certain metals such as chromium and aluminum possess 
it to a degree not predictable by their other chemical relations, and in some 
metals it is exhibited to a much smaller extent than would be expected by 
analogy. 

This passivity seems to be a physical resistance and many researches 
have been carried on and mechanisms proposed to explain it. The obvious 
connection between its existence in oxygen-bearing solutions and the chemi- 
cal stability, low solubility, and low electrical conductivity of metal oxides 
make the presence of an oxide film the most reasonable explanation. The 
minute detail of formation and properties of such a film are of the greatest 
interest, for in it lies the explanation of much practical resistance to cor- 
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DEFECT PITTING 


The pit at top of photograph is following a region of porosity and inclu- 
sions. This is a section from a condenser tube operating in sea water. 
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rosion. On the other hand, the experimental difficulties of corroboration 
of the theories are a serious deterrent to positive conclusions. It is known 
positively that protective oxide films do exist in some cases. The difficulty 
lies in those more numerous cases where the film is presumably so protec- 
tive that its thickness is too small to determine. Some investigators believe 
it may be something between adsorbed oxygen and an actual chemically 
combined oxide. 

Oxidation passivity has an interesting analogy or connection with the 
cathodic depolarization of electrolytic cells. In the operation of these cells 
(see Chapter IT) the presence of an oxidizing agent at the cathode is an 
active accelerator of corrosion at the anode. Thus, while the oxidizing 
agent accelerates the total corrosion, the actual solution of the metal is 
induced at a point less concentrated in oxidizing agent. In other words, 
the area in contact with the oxidizing agent is passive. On metals with 
sufficient tendency to oxidation passivity the whole area becomes cathodic 
or passive and in spite of a high tendency toward corrosion the tendency 
toward the oxidizing or cathodic part of corrosion prevents any action. As 
a natural consequence of this effect any anodic area which does form on 
metals protected by oxidation passivity corrodes at a higher rate due to its 
proximity to large purely cathodic areas. Since the prevention of this 
anodic attack is desired much study has been given to films formed on anodes 
with impressed e.m.f. 

Again there is a certain relationship between this passivity and the 
inability of certain strong oxidizing agents to produce corrosion as rapidly 
as analogous weaker oxidizing agents. The resistance of iron and nickel 
to strong nitric acid solutions is an outstanding case of oxidation passivity 
and this property is lost in weaker solutions and especially in nitrous acid, 
which has less actual oxidizing energy. 

The numerous cases in which protective oxide, and in some cases other 
composition, films exist have been reviewed by Hedges. He shows proof 
of the presence of economically protective films on aluminum, chromium 
iron and in some instances copper, including some of the alloys of aluminum 

" and the stainless steels. In addition to the actual isolation of films by Evans, 
he quotes many laboratory experiments of his own and others which give 
direct and indirect evidence of the existence and properties of these films. 
W. J. Miller, in a number of papers has discussed “anodic” passivity. His 
data agree with those of Hedges, but he explains the mechanism differently. 
Dr. Sven Brennert has published a complete research on the formation of 
black spots on tin in which he postulates passive films as vital to the action. 

In spite of the experimental difficulties involved, rapid progress is now 
being made in the understanding of this most vital property of metal elec- 
trodes. The writers believe that this progress will be even more rapid as 
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the complementary properties of the film cell and of the solution cell are 


better understood. 
CorRROSION PropuctT PROPERTIES 


Insofar as the properties of corrosion products are typical of the metal, 
the metal is responsible for the progress of corrosion. The corrosion prod- 
ucts are produced at the point of corrosion and their tendency to diffuse or 
to be carried away, to prevent or encourage contact of the corrosive with 
the metal, to conduct or to resist electricity and to act as selective mem- 
branes for the passage of ions or electrons is most vital. Possibly the most 
obviously effective property is the solubility of these products. It is per- 
haps unfair for other reasons to compare the corrodibility of sodium and 
potassium on the one hand, having their range of highly soluble compounds, 
with the resistance of silver and lead which have low solubility in most com- 
pounds and many insoluble salts. But this relation also holds in many other 
cases where the effects are less exaggerated. 

Corrosion rates of a reacting substance on a metal would be high beyond 
usefulness except for the resistance set up by the reaction layer. Pure 
reaction itself is infinitely rapid, but at any instant only a surface of metal 
and a surface of corrodent are free to react. The reaction taking place 
within the instant exhausts the available metal surface and the available 
reactant. A fresh supply of reactant must find its way to the fresh sur- 
face of metal before further action can take place, and this can take place 
only by diffusion through the reaction layer. The products of the initial 
corrosion must diffuse out from the metal and fresh solution in towards 
the metal. : 


The products of corrosion enter as a factor in setting up a resistance 
to this diffusion. The initial corrosion may have led to the formation ot 
a solid, as frequently happens. Lead sulfate in sulfuric acid or chromic 
oxide in an oxidizing solution are examples. With these, diffusion is sup- 
pressed, the solid offering a serious obstacle, and the corrosion rate will 
correspond in the purest case to the solubility of the solid corrosion product. 


On the other hand, the corrosion product may be a soluble salt, like 
copper chloride. The initial reaction leads to a solution layer that is highly 
concentrated in copper chloride and free of the reactant. There must be 
diffusion within this layer before corrosion can continue. In a case of this 
sort the equilibrium corrosion rate obviously will be much more rapid than 
where a solid layer intervenes. 


Again, hydrogen gas may be a corrosion product. If the gas clings to 
the metal in a blanket—as with tin in air-free acid—further corrosion must 
await the removal of the gas by diffusion, which is extremely slow because 
of the low solubility of hydrogen. If instead of tin the metal is iron, then 
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the hydrogen will not cling to the metal but will evolve mechanically. In 
a case of this sort corrosion is rapid, since the evolving gas aids diffusion. 

Corrosion rates therefore, come to depend on the nature of the diffusion 
layer, particularly in respect to corrosion products. 

Most metals acquire an oxide layer in ordinary atmospheric exposure. 
Aluminum is a particularly good example, since it is only the persistence 
of the oxide that gives it useful resistance. This is true likewise of chro- 
mium alloys. Zinc and lead acquire similar protective coats and iron also, 
though less protective. Copper and nickel are superficially oxidized in the 
same way, not to mention other metals.. The mechanism of these effects 
is considered under “Oxidation Passivity.” 

Iron offers a good illustration of the dependency of corrosion rates on 
the products of corrosion. In neutral solutions ferrous hydroxide is the 
important corrosion product because, being sufficiently soluble to be present 
in appreciable quantities, it maintains control over the reaction layer. If 
the solution is made basic the solubility of ferrous hydroxide is lowered 
and in consequence attack becomes correspondingly less. On the other 
hand, as the solution becomes more acid the solubility of the hydroxide 
becomes greater until finally it no longer offers an important obstacle to 
the replenishment of fresh solution at the metal surface, and the acid is 
free to attack at will. At this point, the corrosion product offers a minimum 
resistance, since the salt that is the principal corrosion product in the acid 
is highly soluble and hydrogen evolution aids replenishment of fresh solu- 
tion. Yet, with iron in sulfuric acid, ferrous sulfate becomes decreasingly 
soluble as the acid becomes more concentrated, to the point that in high con- 
centrations the salt precipitates out and protects the metal to make its use 
commercial. 

The corrosion products forming on copper alloys in sea water steam- 
condenser tube service are an excellent example of the control these prod- 
ucts may exert over corrosion rates. Varieties of products develop on such 
tubes, including oxides, hydroxides, oxychlorides, various salts in various 
degrees of hydration. Corrosion rates vary from virtually zero to about 
1000 mg. per sq. dm. per day. If certain products form, corrosion is slight, 
if these do not form corrosion is rapid. The complexity of reactions and 
products is such that what goes on is only very vaguely understood. 

In the atmosphere, as stated elsewhere, the attack of metals is very 
largely dependent on corrosion products. These build up more heavily than 
in submerged corrosion and action proceeds only to the extent that fresh 
corrodent penetrates the products. 

In high temperature gases the suppressing effect of the product is evi- 
dent in its pure form. Corrosion rates often vary exactly as the square 
root of the time—the pure protective film effect. 
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CORROSION CRACKING 


The cold drawn alloy tube on left is cracked completely 
through in a bad case of combined corrosion and internal 
stress. 

The cartridge case below shows incipient cracking from 
same cause. 

This may occur with little or no other visible sign of 
corrosion, , 

Photographs reproduced by permission from paper by 
Moore, Beckinsale and Mallinson, J. Inst. Met., 25, 
C1921) SaA: 











CORROSION FATIGUE 


Typical cracking on steel 
sion and alternating stress. 
Reproduced by permission 
Am. Soc. Steel Treating, 11, 


surface by combined action of corro- 
x 100. ; 

from article by D. J. McAdam, Trans. 
(1927) 374. . 
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COMPOSITION AND HOMOGENEITY 


If we consider this subject in the broadest sense, including all possible 
alloy combinations of metals it is possibly too complicated for practical 
conclusions at the present time. We can only make useful statements on 
some particular phases. 

The two classes of alloys useful on account of their corrosion resistance, 
are those whose combining affinity is too low to react, and those which 
readily form preventive films, when in contact with corrosive materials. 
In both classes there is wide latitude for composition variation. A noble 
metal may often be alloyed with considerable quantities of a metal of high 
combining tendencies with little change in its corrosion resistance. In fact 
the first change may be toward better corrosion resistance as the less noble 
metal is added in small increments. Many cases of specific resistance to 
corrosion are known wherein an alloy is more resistant than any of its con- 
stituents. In the same way the film-protected type of corrosion resistance 
may exist with considerable variation in the film-forming constituent. As 
long as it is present in sufficient quantity to produce a continuous film under 
conditions of use variation is entirely permissible. 

Homogeneity, however, is almost always a promoter of high corrosion 
resistance, and therefore highly corrosion-resistant alloys are largely solid 
solutions. The presence of more than one phase may set up galvanic cells 
in the noble type of alloys and may cause film discontinuity in those pro- 
tected by films. Even a small percentage of a second phase may be quite 
destructive to protective films, but small amounts of a less noble phase in 
a noble alloy will have little or no effect in final corrosion resistance. In 
the latter case it seems necessary to have a quantity sufficient to give a con- 
tinuous network to be seriously destructive. Easily corroded materials are 
of course very deleterious when present in grain boundaries since when 
they are present a small amount of actual corrosive reaction will destroy 
the soundness of a relatively large quantity of metal. 

One method of being certain of homogeneity is making a metal so pure 
that there is no foreign material which can possibly separate from the parent 
mass. This procedure has in cases produced metals with corrosion resis- 
tance very much higher than would be expected from the properties of 
ordinary commercial forms. This is not universally the case, however. 

It seems, then, that while homogeneity of composition is desirable and 
is in no case disadvantageous in a corrosive sense, it cannot be said that varja- 
tion in composition will necessarily cause corrosion troubles. In many 
cases lack of homogeneity produces improvement in other properties of 
much greater importance than the slight effect on corrosion resistance. 
While heterogeneity may always be looked on with suspicion it is not per se 
indicative of corrosion failure. 
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STRAINS 


Metal deformation has been connected with corrosion failure in number- 
less instances. But like many other phenomena connected with corrosion 
it is easy to attribute more failure to this one cause than is really justified. 
For instance, the very common presence of local corrosion at a point where 
two metals bear on each other mechanically can be attributed to strain, to 
galvanic contact or to electrolytic concentration cells depending on which 
of these magic corroders is our favorite hobby. Certain it is that all three 
will exist in such a case and any one of them may cause serious effects. 
It is also certain that in the atmosphere such a mechanical bearing can hold 
corrosive dampness while exposed surfaces in the neighborhood are dry, 
but such an explanation is too simple to have the proper appeal. 

There can be no question of the part which strain plays in corrosion 
cracking and corrosion fatigue (which see) and likewise strain probably 
causes some increase in corrosion whenever it exists. These effects on gen- 
eral corrosion however are likely to be less in magnitude than other variables 
which are usually present and which may be so connected ‘in their origin 
with the existing strain as to be difficultly distinguished. Where a great 
tendency toward local corrosion exists local strains may be sufficient to allo- 
cate the corrosion. If two portions of metal otherwise entirely alike are 
in electrical connection in a homogeneous solution the probability is that 
the one which is more strained will corrode to a greater extent and the less 
strained material will act to a certain extent as a cathode. But many of 
the other factors discussed above are sufficiently strong to upset this effect 
if they happen to be so directed. 

Metal is said to be “over strained” when it has been so deformed that 
ordinary heat treatment and proper work does not bring it back to its nor- 
mal physical properties. In this condition certain corrosive effects are very 
much more destructive than on normal metal. In this condition a relatively 
mild corosive will often attack a resistant metal locally and cause rapid 
failure. This condition always exists on raw sheared edges. Often a finish 
shaping operation such as an indenture in a sheet will cause overstraining 
which would not otherwise be discernible but which will cause local failure 
under mild corrosive action. 


SURFACE 


The initial state of a metal surface in corrosion will have considerable 
effect on the initial potential and corrosion rate and under some circum- 
stances this initial effect will be so continued as to change the whole cor- 
rosive action. While these facts are rather widely recognized there is rela- 
tively little quantitative data on the effect of different types of surface. 
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While it might be expected that the rapidly corrodible parts of a surface 
would be removed and action then settle down to a rate depending on the 
unchanged interior this is not always the case. The initial corrosion, espe- 
cially if it be somewhat localized, leaves its mark in either further surface 
irregularities or in corrosion products. These, in their turn, may have a 
large effect on the progress of corrosion and thus the initial effect is con- 
tinued over extended periods. Effects are of course dependent on the par- 
ticular metal and its environment and any general rules will have many 
exceptions. 

On metals which would otherwise form a continuous protective film 
in a given corrosive, some initial surface irregularity will produce irregu- 
larity in this film so that it never reached its proper protecting value before 
failure occurs. A rapid initial corrosion rate may produce a mass of cor- 
rosion product abnormal in its composition and thus interfere with the nor- 
mal production of a protective film. On metals which do not form pro- 
tective films composition differences or other irregularities may cause the 
beginning of pits whose action may extend to some depth. Adhering scale, 
surface inclusions, laps or blisters are liable to set up galvanic or concen- 
tration cells which will accelerate or localize corrosion to an indeterminate 
extent. 

While these surface effects are of considerable importance there is little 
reliable data on either general or specific conditions and the engineer must 
at present exercise judgment in estimating how extensive these surface 
effects are liable to be under the conditions in which he is interested. 
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INTERGRANULAR CORROSION 


Right——Shows corrosion in valve casting. 
Left, Upper—Edge of corroded area (X 100) showing the corrosion 


following grain boundaries. 
Left, Lower-—Uncorroded area (X 1000) showing the grain boundary 


precipitation which invites attack as above. 
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PART II 


Corrosion Behavior of Specific 
Metal and Alloy Groups 








Introductory 


Useful generalizations on corrosion behavior are difficult of expression. 
The reason lies, of course, in the extremely complex nature of corrosion, 
each corrosion rate representing only the final result of the interplay of a 
great many physico-chemical responses. 

Until recent years, a corrosion rate was considered more or less an 
absolute value, as applying to a given metal in a given solution. Now the 
investigator appreciates that the conditions of exposure should be known 
in detail for the rate to be interpreted properly. Ideally, he wants to know 
whether or not he must consider impurities in the solution, the degree of 
aeration, the temperature, the motion, the surface condition of the metal 
before exposure, reproducibility, and a number of other factors; and he 
wants to know how closely controlied these conditions have been during test. 

Most corrosion tests are made with insufficient control of conditions. 
This is an unfortunate fact, but it does not mean that the data are valueless. 
Very few data are entirely without value. Once it is recognized that the 
conditions of a test were not closely controlled, the data may be given a 
broader interpretation. Ifa rate of 37.5 mg. per sq. dm. per day is obtained 
in a simple immersion beaker test—not a closely controlled type of test— 
this may be interpreted to mean that arate somewhere between 25 and 50 
mg. per sq. dm. per day might be expected in quiet totally submerged 
exposure in solution of low degree of aeration. The test has not been 
entirely valueless even though not closely controlled as to conditions. It is 
worth knowing that the action is more intense than 1 mg. per sq. dm. per day 
and that it is not 100-200 mg. per sq. dm. per day. In other words the test 
has served as an orientation. 

The mistake is often_made of giving corrosion rate data too literal an 
interpretation. Where conditions have not been closely controlled and are 
not clearly expressed the rates should be considered approximations. 


Generalizations have been freely attempted in the following pages. In 
some cases the qualifying remarks may not be as complete as desired, yet 
+f these were to be complete in every case the book would be interminably 
long and repetitious. It is presumed that the reader will acquire sufficient 
understanding of corrosion factors to give proper interpretation to the rates 
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and to fill in “between the lines” when noting generalizations. This back- 
ground can be acquired from a study of the pages of Part I. 

In presenting corrosion data the authors felt it better to use each metal 
or metal group as the unit on which to build, rather than each corrodent. 
This system of presentation has the shortcoming, it is true, that the answer 
to the question “what metal is the best to use?” or “is copper better than 
lead for sulfuric acid?” may not be so readily apparent. On the other hand, 
error and misinterpretation are far less likely to enter if the reader, in seek- 
ing an answer to questions such as these, should first determine the two or 
three types of metals that would seem to have virtue with the corrodent he 
needs to handle—perhaps using Table 3 as an indication,—then to study 
the paragraphs and data for this corrodent in the appropriate chapters. 
There are far too many cases where comparative rates for various metals 
under a single set of conditions invite misinterpretation. It is seldom that 
rates in a single set of closely controlled conditions alone give the best indi- 
cation of behavior in a projected commercial use. The exposure conditions 
in use are normally quite unlike those in a controlled test. Seldom is a single 
rate derived under the more or less ideal conditions of a laboratory test suf- 
ficiently informing in itself when considering use. The correct interpreta- 
tion of the rate requires consideration of other rates derived from tests 
under somewhat altered conditions. 

A specific example will be useful. It is desired to know whether cop- 
per or 18-8 stainless steel would be better as a construction material for 
a tank to hold a quiet acid solution. It is found in a quiet beaker test, the 
specimens being totally submerged, that the rate for copper is 10 mg. per 
sq. dm. per day and that for 18-8 less than 1 mg. per sq. dm. per day. Both 
rates are low and consistent with long life. Since a copper tank of the type 
desired is cheaper, such a tank is installed. Much to the dismay of those 
responsible, the tank suffers premature failure at the solution level, the 
rate of penetration being about 25 times more rapid than calculated from 
the results of the beaker test. Presumably the tank should have been made 
of 18-8, and therefore a new 18-8 tank is installed. Mirabile dictu, this tank 
fails at the bottom by isolated pitting, in even more rapid time than the 
copper. ; 

The beaker test had indicated truly enough the behavior of the two metals 
in quiet, partially aerated submersion. The unexpectedly rapid corrosion of 
the copper was due to the fact that the acid at the solution level was much 
more highly aerated than that against the copper specimen, plus the fact 
that corrosion products built up on the metal at the solution level, and these 
led to accelerated concentration cell attack. The pitting of the 18-8 on the 
other hand developed through local insufficiency of aeration and consequent 
failure of the protective film to be maintained. 
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It is evident therefore, that a single set of comparative corrosion rates 
is apt to lead to misinterpretation. Were rates comparing metals freely 
given in this book, the authors feel, confusion would result in far more 
cases than under the method of treatment actually followed, namely, cover- 
ing each metal or “family” of metals separately. 

The cross-section of corrosion rates, given in Table 3, serves a double 
purpose. First, the reader may find it useful as a generalized comparison 
of behavior among the metals. Second, he may find it very helpful in 
acquainting himself with the significance of the unit of corrosion rate used 
in the chapters following—mg. per sq. dm. per day. 

Several units are used in the literature in the expression of corrosion 
rates. In this book the unit “mg. per sq. dm. per day” has been chosen as 
being the most expressive. This unit, which comes readily and without 
much chance of error from service and laboratory measurements, gives an 
unusually convenient system for expression and memory. Decimal points 
are usually unnecessary. Zero mg. per sq. dm. per day is roughly the 
lower limit of measurement and represents “no practical corrosion.” One 
to ten represents very slight attack. From ten to one hundred the corro- 


TABLE 4.—Conversion of Corrosion Rates. 





.001437 
(Mg. per sq. dm. per day X = inch per year) 
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Bronze_(3:'Si'1 Mn)... 23ers 100 017 .043 


-~ ~ 
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sion must be taken into consideration and rates near one hundred are 
liable to be serious. From 100 to 500 conditions are serious and rates 
above 500 usua!ly represent corrosion failure. While it is obvious that 
such generalizations must be limited by the “form of corrosion” —Chapter 
[l—the convenience of expression and calculation as indicated seem to 
justify the use of this unit and it goes without saying that a single unit 
is better than a mixture. 

Rates so expressed may be converted into “inch per year” and “cen- 
timeter per year” by the factors given in Table 4. 





A TABLE OF STRENGTH AND DUCTILITY OF METALS. 


Tensile 
Strength 
Metal and Condition lbs. per 
sq. in. Ductility 
Magnesium ........0s-ssseecesereee Wrought, Soft? 25,000 Low 
Magnesium alloy (4 Al 0.3 Mnjex2-> Wrought, Soft? - 35,000 Fair 
PAs GfrenisiNa oy, os HA. a PO 00 Sas me aw 0s Wrought, Soft 12,000 Good 
Aluminum (1.5 Mn) .......++++++e8> Wrought, Soft 1 16,000 Good 
Duralumin |... ..2.seecccceccescenes Wrought, Soft: 2 30,000 Good 
1 Ae ne Pee ee re Wrought, Soft 24,000 Good 
Darl eo cae is viv ae cates see el gnae ose Wrought, Soft 1,750 Good 
Lead alloy (4 Sb) ....---eeeeeeeeeee Wrought, Soft 4,000 Good 
3 ers RP rie OR eae Wrought, Soft 5-6,000 Good ~ 
Wrought iron .......-eeeeeeeereeeee Wrought, Soft? 45,000 Good 
RTT Aw StCe) vy pw am othe Mewes sn o'e snes wlan Wrought, Soft 1 2 70,000 Good 
High carbon and alloy steels ....---- Wrought, Soft 1)? 90,000 Good 
(oa PANTO: coarse pi ke we we mk eee om Cast 30,000 Low 
Alloy cast iron (14 Ni 6.615: Ch) hen Cast 30,000 Low 
Silicon iron (14 Si) ....--+eeeee rere Cast 10,000 Very low 
Stainless iron (14 Cr) ..-.-+++eeeees Wrought, Soft} 80,000 Good 
Stainless steel (18 Cr 8 Ni) ..------- Wrought, Soft 1 85,000 Good 
Nickel-iron alloy (36 Ni) ...---++-+: Wrought, Soft? 65,000 Good 
Heat-resistant alloy 
(60 Ni-15 Cr 25 Fe) --.-+:++--- Wrought, Soft? 90,000 Good 
Biicleel Oa. bv ukes weeks Vem ene eee Wrought, Soft! 60,000 Good 
Monel metal ...---2---sereeseceeres Wrought, Soft? 65,000 | Good 
Geet. ance helene te eee AgTee Wrought, Soft 1 30,000 Good 
ee (65 Cu 35 Zn) .....-+eeeeeere Wrought, Soft? 45,000 Good 
Bronze (4 Sn) ..-.---secescree ses Wrought, Soft? 50,000 Good 
Bronze (3 Sil Mn)....-----+++++++ Wrought, Soft} 50,000 Good 
Bronze (5 Sn 5 Zn 5 Pb) ...-.----+-: Cast 26,000 Fair 
Nickel silver (17 Zn 18 Ni) .--.---: Wrought, Soft} 50,000 Good 


1 Can be strengthened with cold-work. 
2Can be strengthened by heat-treatment. 
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Chapter V 
Magnesium and Its Alloys 


The lightness of magnesium is a remarkable property. Its specific grav- 
ity is 1.74 as compared with 2.7 for aluminum and 7.8 for iron. Lightness 
is practically always a virtue, in the use of metals. Fortunately this prop- 
erty is made available, in magnesium, through the fact that magnesium 
alloys have a good degree of strength—entering the range covered by the 
aluminum group of metals—and a very serviceable corrosion resistance in 
atmospheric exposure. 


The present-day commercial application of magnesium alloys includes 
equipment and parts in the fields of aeronautics, automotive transportation, 
portable tools, general machinery, office equipment. In uses of this nature 
_ the alloys are often painted, both for the purpose of improving atmospheric 
resistance and to give desirable artistic finishes. 

The alloys most widely used in this country are the group carrying 4 
to 10% aluminum and 0.2 to 0.4% manganese, with or without 0.5 to 
3% zinc. The higher range of aluminum, or aluminum plus zinc, is gener- 
ally recommended for castings and the lower for wrought metal. These 
alloys are far stronger than pure magnesium. Binary alloys carrying 1.25 
to 2.0% manganese are used less widely, because of less strength, but have 
better resistance to sea water. 

It has been found* that the corrosion resistance of the alloys is influ- 
enced to a rather marked extent by the alloying elements. Manganese, as 
already stated, is added to improve resistance to sea water. The heavy met- 
als, such as copper and nickel, are definitely damaging when present even 
to the extent of 0.1%. 

In corrosion resistance the magnesium alloys up to the present time are 
definitely less versatile than the aluminum alloys. On the other hand they 
just as definitely have their virtue. Thus in atmospheric exposure mag- 
nesium develops an oxide film that is highly protective. In rural and indus- 
trial atmospheres magnesium is usefully resistant, although the resistance 
tends to break down where the atmospheres carry salt and particularly salt 


*J. A. Gann, private comment. 
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spray. In waters, generally speaking, the magnesium metals are not useful 
in their present stage of development. In acids, with the exception of 
hydrofluoric acid solutions, and possibly one or two others, magnesium has 
no important degree of resistance. In hydroduoric acid, curiously enough, 
the film that forms on the alloy is very highly protective. Hydrochloric 
acid on the other hand finds the resistance of magnesium very low. Again, 
in caustic solutions magnesium develops a highly protective film, its resis- 
tance being far greater than that of the aluminum metals. 

It is stated by Gann‘ that there is no loss in strength or ductility of 
magnesium alloys, from exposure, that can be attributed to intercrystalline 
corrosion. 


THE PROTECTIVE OXIDE 


Metallic magnesium has a strong affinity for oxygen. In the degree of 
power of its tendency to combine with oxygen, it falls between silicon and 
aluminum. Like that on aluminum and unlike that on silicon the oxide is 
protective, and the progress of oxidation of freshly surfaced metal is rap- 
idly stopped. The behavior of magnesium in any medium consequently 
depends on what happens to the oxide—whether the oxide is penetrated, is 
dissolved, is damaged, or is prevented from forming. 

The behavior of the film in salt solutions has been studied by Boyer. 
He found that pure magnesium immersed in sodium chloride evolved hydro- 
gen rapidly at first, visible evolution of hydrogen ceasing only after about 
26 hours. It may be considered that the slowing down of the evolution was 
due to the slowing down of the rate of supply of reactants through the film 
to the surface of the metal itself. Metal in this corroded condition was 
found capable of acting cathodically to metal previously unexposed, and 
anodically to platinum. When magnesium was coupled with platinum, 
hydrogen was immediately evolved with vigor at both electrodes. Boyer 
concluded that the overvoltage of magnesium together with ennobling from 
the corrosion product film was sufficient to put a stop to hydrogen evolution. 
Undoubtedly the nature of the solution at the unattacked metal changes as 
the oxide film develops; Boyer’s experiments indicate that the nature of 
the film is such that it is seemingly more capable of supporting the anodic 
than the cathodic reaction. The effect of the oxide is to slow down dif- 
fusion rates and so aid in the change in nature of the solution. 


Two-MeEtTAL GALVANIcC BEHAVIOR 


Magnesium is the least noble of the useful metals listed in the usual elec- 
trochemical series. As a consequence, in galvanic couple magnesium tends 
to suffer, whether the metal coupled with it be aluminum or any one of the 
more noble metals. It is for this reason that magnesium metals may not 
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with safety be used coupled even with aluminum in the presence of mois- 
ture. The problem of galvanic attack often can be overcome through prop- 
erly insulating magnesium from the more noble metal. Paints, such as rein- 
forced red lead and bitumastic materials are satisfactory insulations.* 

‘Coupling with a more noble metal, such as aluminum, leads to a change 
in the protective film on magnesium of such a sort that the cathodic reac- 
tion is accelerated on the magnesium as well as taking place on the more 
cathodic metal, the combined attack becoming great. At least, this phenom- 
enon has been observed in exposure to salt water. In three-hour tests 8 in 
3% sodium chloride hydrogen gas evolved as shown in Table 5 from the 
coupled metals. 


Tasie 5.—Magnesium Couples in Sodium Chloride. 


Cu. Cm. Hydrogen Evolved 


Other metal poten < At Magnesium 
PP AtiniitniMemeet te we en ee elas 142 110 
PAluimiintitiivee taekies tate os <> 126 80 
POT is ae eee eet es 58 70 
Nieicel Pes. cue. <r ees Pe es 45 55 
on og Sey Oe ee 28 43 
Weed cere rai ahs ois eis Girne le es 22 34 
Manganese ...----+eseeeeees 13 22 
7 a eee SEO Ee AES ee ae Oe 6 15 
Magnesium alone ...-------- 13 


The total hydrogen evolved from the aluminum:magnesium couple was 
sixteen times that from uncoupled magnesium. The damaging effect of 
zinc seems to be slight, a fact that may reasonably lead to the successful 
coupling, commercially, of galvanized iron and magnesium in atmospheric 
exposure. 

Coupling with mercury leads to no anodic attack of magnesium,”"* 
insofar as appreciable hydrogen evolution is an indication. The reason for 
this lies in the fact that the high overvoltage of mercury prevents the flow 


of current. 
PITTING 


The magnesium alloys normally pit in salt solutions. Boyer? has 


observed that the pitting is not related to a heterogeneous structure. He 
has noticed that in the progress of pitting hydrogen is evolved from the pit 
itself, and has suggested that the magnesium chloride formed ina deepening 
pit sets up an acid condition that is favorable to continued penetration. 


* J. A. Gann, private comment. 
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ATMOSPHERE 


The behavior of the magnesium alloys in atmospheric exposure 1s, 
naturally enough, the most important feature of their corrosion resistance. 
There is not available as yet a body of quantitative data to outline fully 
what may be expected of them. Bengough and Whitby? have made tests 
of three-years duration, in which various magnesium alloys were exposed 
outdoors, unprotected from the rain, at Teddington, in the environs of Lon- 
don. They found the particularly interesting fact that corrosion, though 
very slight, remained progressive over the three-year period. 

A slow increase in weight was noticed, even in dry periods. The increase 
was followed, in rainy periods, by a decrease. The actual weight-loss cor- 
rosion rates over the period ran less than 1 mg. per sq. dm. per day, which 
is on the order of rates for metals like zinc under similar circumstances. 
This rate corresponds to .0008 inch per year. The magnesium alloys in 
the present tests were finely pitted. 

According also to Bengough and Whitby, dry air at laboratory tem- 
perature had little or no action on magnesium, the rate of attack increasing 
with humidity to the point where, at 90% of saturation, the attack was rapid. 
The corrosion product layer that first formed; under the more humid con- 
ditions, was granular and not at once protective. They found the corrosion 
product, after 400 days in indoor exposure, carried carbonate and sulfate 
as well as hydroxide. 

Magnesium alloys normally turn a dark gray in atmospheric exposure. 

In the use of the magnesium alloys it is well not to allow rain or atmos- 
pheric moisture to be trapped at any point, since this leads to greatly exag- 
gerated corrosion. 

The acid formed in moist industrial atmospheres appears to be damag- 
ing to magnesium, as mentioned by Horn.® Certainly the salt moisture of 
sea air is damaging. Sutton and LeBrocq? tested magnesium alloy speci- 
mens, previously treated in a bath of hot potassium dichromate, potash 
alum, and caustic soda, followed by.a lanoline coat, and these remained 
in good condition over a fifteen-month period on the instrument board ofa 
seaplane. Other specimens, fastened on the tail section, were badly pitted 
in less than two months, particularly wherein contact with fabric. 


PROTECTION 


Methods of protecting magnesium alloys have been rather widely inves- 
tigated. The most successful method seems to be a chemical treatment 
followed by coatings of paints. Metallic coatings do not seem to have virtue. 
From the standpoint of two-metal galvanic relations, zinc—and_ possibly 
cadmium—alone might have virtue, if they could be satisfactorily deposited 
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though even this is somewhat doubtful. There are technical obstacles, seem- 
ingly impossible to avoid, in coating magnesium electrolytically. Nor has 
anodic oxidation been found to be of any use with magnesium alloys. 

Chemical treatment is for the purpose of preparing the surface to take 
the subsequent layer of paint or other protective coat. The treatment used 
largely in this country and abroad is known as the “chrome pickle,” and 
consists of a $- to 2-minute dip in a solution of sodium bichromate (14 lbs.), 
concentrated nitric (14 pts., of spec. grav. 1.42) and water (to make 1 gal.) .* 

Another method advocated in England, is immersion in a hot aqueous 
solution of potassium dichromate, potash alum and caustic soda.® 7 

The application of paints, following chemical treatment, is customary 
practice. Bengough and Whitby * state that chemical treatment followed 
by paint or lanoline has given twenty-fold or more increase in resistance, 
(presumably in accelerated tests). Actually all types of paints, varnishes, 
lacquers, and enamels are serviceable, although the performance varies tre- 
mendously within each group. The selection of a protective coating should 
follow careful preliminary tests. 


SALT WATER 


_ The protection of magnesium alloys by these means provides for 
improved resistance against the atmosphere, even when of the more cor- 
rosive types. In fact the service performance of the alloys when properly 
painted is strictly commercial. Against salt spray or in submerged salt 
water the protection is considerable yet not sufficient to warrant continuous 
exposure. Coatings or paints are always penetrable, and salt moisture is 
rapidly damaging to magnesium. Sutton and LeBrocq? have reported a 
corrosion rate, in 5-weeks exposure to sea water spray, of 20 mg. per sq. 
dm. per day (.016 in. per year) or greater for an uncoated alloy carrying 
1.85% manganese, and 3 times this rate for pure magnesium. This of 
course is a very damaging attack. Boyer® has given rates ranging from 
300 to 18,000 mg. per sq. dm. per day for various magnesium alloys in inter- 
mittent exposure for 48 hours in a 2% sodium chloride solution. Boyer’s 
results have shown that, under this exposure condition, increasing the alu- 
minum content of the alloys from 2 to 8% has led to much greater attack. 
And he brought out particularly the beneficial effect of manganese. He 
tested specimens of a 4% aluminum magnesium alloy both with and with- 
out 0.3% manganese and obtained the results in Table 6. 


Taste 6.—Magnesium-Aluminum Alloys vs. Salt Water. 
Mg. per sq. dm. per day 


Without manganese .....--+-++++++> 6,100 — 12,000 
With manganese .....---++s+eeeeees 340 — 560 


* J. A, Gann, private comment. 
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The same base alloy with varying contents of manganese exposed 5 days 
in 2% sodium chloride gave the results in Table 7. - 


TaBLeE 7.—Magnesium-Aluminum Alloys vs. Salt Water. 


Percent Manganese Mg. per sq. dm. per day 
10 8,600 
15 8,500 
19 * §,100 
23 4,000 
28 1,400 
‘32 990 
38 760 
40 850 


Gann * has stated that 0.3 to 0.5% manganese is the equilibrium con- 
centration in alloys carrying 4 to 8% aluminum. According to Boyer,” the 
effect manganese has is to raise the hydrogen overvoltage of the alloy. 
This of course suppresses corrosion of the hydrogen evolution type. 


FRESH WATER 


Fresh waters are far less corrosive than sea water to the alloys, although 
there hardly is enough data to indicate just what behavior to expect. A 
four-months test on commercial alloys of the magnesium-aluminum-man- 
ganese type in distilled water has given a rate of about 1 mg. per sq. dm. 
per day, and a test in tap water carrying 100 parts per million sodium 
chloride gave a rate of about 3 mg. per sq. dm. per day.* 


ACcIps 


Acids, as already stated, normally attack magnesium. Action may be 
so strong as to be described as violent, in hydrochloric and nitric. Yet the 
resistance is so good against hydrofluoric acid that magnesium is used com- 
mercially for containers handling this. It seems that the attack is appre- 
ciable in the more dilute concentrations—less than 1%—yet practically 
negligible in solutions with more than 5%.* Solutions of 10% to perhaps 
407% have been found to lead to corrosion of immersed magnesium alloys 
immediately above the level of the solution. No corrosion rates for hydro- 
fluoric acid are available, unfortunately. 

Magnesium is resistant to acid phosphates, chromates, bichromates, and 
dilute solutions of chromic acid, according to Gann.4 


*J. A. Gann, private comment. 


a —————=— 
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Chapter VI 


Aluminum and Its Alloys* 


Resistance to corrosion, light weight, and good electrical and thermal 
conductivity are the characteristics accounting for the greater part of the 
uses of aluminum. The relatively low strength, and softness of the pure 
metal, undesirable qualities for many engineering purposes, are desirable 
where ease of forming is wanted. The large scale development of aluminum 
alloys has supplied the requirements of strength with light weight. 

Commercially pure aluminum** carries less than 1% impurity; this 
grade is used in applications where good corrosion resistance is required 
and high strength is not necessary. A manganese content of 14% improves 
the strength with no loss in general in corrosion resistance; to this, silicon 
is sometimes added for further strengthening. Of the light alloys charac- 
terized by high strength, duralumin is the most important, carrying 4% 
copper with 0.5% manganese and 0.5% magnesium. A second type of 
alloy whose strength is developed by heat treatment carries 4.4% copper, 
0.8% silicon and 0.75% manganese. Still a third carries no copper, 1.0% 
silicon and 0.6% magnesium. Other strong aluminum alloys, wrought and 
cast, carry various combinations of copper, silicon, zinc, and magnesium. 
Duralumin carrying, for corrosion purposes, surface layers of pure alu- 
minum is a common product in this country; it is known as Alclad. 

From the standpoint of resistance, aside from commercially pure alu- 
minum, the manganese alloy for wrought and the 5% or the 13% silicon 
alloy for castings seem to be the best. 

Inherently one of the less noble metals, aluminum plays the role of a 
highly corrosion resistant metal by reason of the presence on its surface 
of a protective, tightly adherent, invisible and almost impervious coating of 
aluminum oxide. Aluminum oxide occupies a greater volume than alu- 
minum,** which would seem to be an important factor in its protective 
value. The oxygen or oxidizing substances in most solutions, and in the 
atmosphere, is sufficient to develop this protective film. Corrosion pro- 
gresses by diffusion of oxygen or aqueous solutions through this film or 
by the dissolving away of the film. In strong alkaline and in strong acid 
solutions the oxide is soluble and the attack of aluminum pronounced. Some 


* An excellent book on the subject is that of Edwards, Frary and Jeffries.®1 
** Aluminum of 99.99% purity has been produced.* 
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acids, notably concentrated nitric and all concentrations of acetic are very 
successfully handled with aluminum, since against these the oxide is stable 
and highly protective. In the neutral range of solution—waters, atmos- 
pheres, salts, etc.—resistance is generally good. 
> ate oxide plnae aluminum has been studied by a number of workers.*? 

Euatice’ ooh Se tat vee The thickness of film developing in air on freshly 
surfaced aluminum was found to be on the order of .000001 cm. 

The potentials developed by aluminum in aqueous solutions, and varia- 
tions in potentials with time, pre-treatment of the metal, and exposure con- 
ditions have been studied by various workers.® 17 18: 89, 35, 54 Callendar *7 18 
measured the boundary resistance of specimens-that had been resurfaced 
and exposed to air for various periods, the boundary resistance characteris- 
tic of different surfacing treatment and oxidizing treatment at elevated 
temperatures, and the change in boundary resistance with time. These 
resistances he attributed to oxide films and possibly gas films. Potential 
differences were obtained between freshly surfaced aluminum and aluminum 
previously exposed to the air. Kahlenberg and French ™* found an altera- 
tion in potential depending on whether oxygen, hydrogen, or nitrogen was 
passed into the solution, and believed the characteristic drop in potential 
of aluminum on immersion in solution carrying oxygen to be due to absorbed 
gas rather than to development of oxide. 


Test METHOD CONSIDERATIONS 


The corrosion testing of aluminum has become rather complicated due 
to the various modes of attack it may suffer. Weight loss rates are satis- 
factory as an indication only so long as the corrosion is reasonably even 
in distribution, so long as there is no intercrystalline action, and so long 
as the oxide film as a factor in the weight change is not overlooked. Alu- 
minum and its alloys often become pitted, and in this circumstance weight 
loss rates tell but a part of the story. Another fact limiting the import of 
the weight loss rate for aluminum is that in many cases the rate slows down 
with time. This decreasing rate is characteristic of aluminum in all types 
of exposure where the metal is useful and often in exposure where the 
action may be too great for it to be useful. A number of cases will be given 
later on. | 

Another method of expressing attack is in terms of rate of hydrogen 
evolution. This method is an expression of average attack and is used to 
compare behavior of different specimens,—the effect of impurities, alloy- 
ing, heat-treatment,—rather than to give straightforward information on 
life-to-failure. 

Duralumin that has been given improper heat treatment is subject to 
intercrystalline deterioration. Tensile tests before and after exposure have 
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been found the best means of measuring the damage from this source. In 
Table 8 is given a comparison of different criteria of attack of a single 
duralumin composition that has been aged at different temperatures. 
The specimens were exposed three months in sea water and air just above 
half-tide level. The alloy carried 4.4% copper, 0.6% manganese, 0.5% 
magnesium, 0.8% silicon, and was quenched from a temperature of 932° F. 
and subsequently aged for 20 hours at room temperature, 21224) ede 
284° F. respectively. The specimens were .078 inch in thickness. 


TABLE 8.—Duralumin vs. Sea Water and Air. 


Aged at Aged at Aged at 
oon 212° F. 284° F. 
Temp. 
Weight change, g. per sq. m.......... —6.5 —6.5 +16 
Drop in tensile strength, % .......... 6 6 57 
Drop in elongation, % ........ «ss; 47 39 > 95 
Pittinge: Wis lowe Sis coos wee Pee Yes Yes Yes 
Fatererystalline. attack o7.02: «asc oe No Yes Yes 


An even more sensitive test of damage than change in tensile properties 
is change in fatigue limit. Moore 7° has stated that fatigue strength drops 
10 to 20 times as rapidly as tensile strength. Fatigue testing, however, is 
extremely inconvenient as a method of studying corrosion. 

Different corrosive solutions and exposure conditions are used in testing 
the light metals—salt spray, simple immersion, intermittent immersion, arti- 
ficial sea water, mixtures of salt and peroxide. Peroxide-salt solutions 
are strongly corrosive and can scarcely be expected to furnish same 
sequences of behavior among the alloys and the various heat-treatments as 
tests under conditions that are less corrosive, such as sea water and the 
atmosphere. Salt spray tests are particularly useful in searching for inter- 
crystalline attack. Rawdon **: 7° has reported an encouragingly close paral- 
lelism between the results of laboratory salt water wet-and-dry tests and 
those of atmospheric exposure. He also has found ™ the spray test and 
continuous immersion test less drastic than the repeated immersion test. 


INFLUENCE OF ALLOYING ELEMENTS 


It is often considered that the purer -grades of metal are the more 
resistant, a belief based on the theory that corrosion intensity is dependent 
largely on the number of galvanic couples. There is a great deal of data 
to show that this factor very often is unimportant. The reason for this 
may be understood when the light metals are visualized as carrying the 
protective oxide film, and the progress of corrosion as being determined by 
the behavior of the oxide, rather than the metal itself , in the corrosive agent. 
Under exposure conditions where the rate of attack is slow—as in ordinary 
atmosphere—the oxide is highly protective of course. Attack over as long 
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a period as 23 years in city air has been found *° to be extremely slight, 
whether of pure aluminum or alloys with various more noble elements. One 
case where alloying becomes deleterious in as slow a corrodent as atmos- 
phere is that of improperly treated duralumin. With this there seems to 
be sufficient penetration of active agent through the oxide to cause an inter- 
granular penetration. But it is important to note that the alloy must be 
made susceptible to attack in the first place, by defective pre-treatment. 
The oxide on properly treated duralumin may be equally penetrable, but 
the damage does not take place, since the alloy is not receptive. Further- 
more, it is not to be presumed that disintegration of duralumin necessarily 
is related to galvanic couples within the metal. It is sufficient to consider 
that the intergranular substance—of whatever its nature—alone is involved. 

On the other hand, solutions that are rapidly damaging to the oxide film, 
either by dissolving it as in the case of caustic solutions or hydrochloric acid, 
or by penetrating it as in the case of chloride salt solutions, bring about 
a different situation. The solution comes more or less freely in contact 
with the metal itself rather than the oxide and if the metal is heterogeneous 
in structure corrosion intensity and distribution will be in part related to 
the minute galvanic couples. Here again, however, it is well to recognize 
that the purest aluminum conceivably would corrode rapidly—in general as 
rapidly as an impure aluminum—in any substance that dissolved or dam- 
aged or prevented formation of the oxide film. 

The problem of the effect of alloying elements in aluminum has another 
feature that is important—with some alloying elements the protective film 
under a corrosion condition may become more fully developed than with 
others. The ordinary atmosphere does not seem to be such a corrosion con- 
dition, yet chloride salt solutions do. It might be considered that some 
alloying elements “dilute” the film-forming capacity of aluminum. This 
seems to be characteristic of copper, whereas silicon and manganese do not 
seem to have a damaging effect. Furthermore copper is far more damaging 
when it exists other than as a solid solution in the aluminum. It is conceiv- 
able enough that a protective oxide is developed with greater difficulty on 
Cu Als than on the aluminum solid solution. 

How then, practically, may the aluminum metals be expected to differ 
among themselves in corrosion resistance? Briefly, in the least corrosive 
mediums—such as rural and average urban atmosphere—the differences 
are slight, if recognizable at all, aside from changes in superficial appeat- 
ance. In the more corrosive conditions of practical use—sea water, for 
instance—differences in behavior vary widely, the multiphase alloys, par- 
ticularly when carrying copper of zinc, being poorer and the silicon or man- 
ganese alloys and pure aluminum being better. For handling acids ordinary 
aluminum and the manganese alloys alone are really suitable. 
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A great many investigations have been made on the effect of alleys 
elements and impurities on the corrosion of aluminum.” * 1% 20, 25, 28, 31, 48 
44, 56, 67, 73, 78, 84, 92, 93 Tt would seem hardly worthwhile or useful to attempt 
a correlation of the data for this chapter, since it seems to the present authors 
that most of the data is rather remote from the question of where and where 
not the light metals can be used and what is the behavior to be expected. 
An exception is the data on intercrystalline corrosion of duralumin, to 
which attention will now be directed. 


INTERCRYSTALLINE CORROSION 


. , 56, 68, 74-80, 
The danger of intercrystalline attack of duralumin,!* 14 25 5° 5 


94,103 thanks to the work of Rawdon “48° and others in recognizing the 
causes and to Dix and others in developing preventive methods, is, at 
the present time, largely overcome. Rawdon “ has said “it is now no longer 
a question whether or not the intercrystalline attack can be prevented, but 
merely which one of several effective methods should be chosen in a par- 
ticular case.” He also has stated “a great deal of the duralumin sheet 
examined after long service under rather corrosive conditions has not been 
found to be harmed, that is, in an intercrystalline manner, by time, exposure 
or use.” 

Dix *6 in two-year and five-year atmospheric tests, and in tests lasting 
two and one-half years in sea salt solution reported some damage from pit- 
ting. Presumably no intercrystalline attack took place. The damage was 
of a self-stopping nature, that occurring in 2 years or 24 years being no 
greater, materially, than that in 1 year, and that in 5 years no greater than 
that in 2 years. Others have noted the same thing.8!: 8 

An indication of the good behavior of properly treated duralumin in a 
more corrosive environment than the atmosphere is given by salt spray 
test results.14 The tests ran up to seven months. Both ordinary duralu- 
min and a modification with higher silicon and free of magnesium were 
quenched from 932° F.; the duralumin was aged at room temperature, the 
modification aged at a higher temperature. The treatment in each case was 
good normal procedure. Specimens were tested in three conditions: 
(1) after being plastically stressed, (2) stressed elastically during test, 
(3) a combination of the two. No intercrystalline failure of the duralumin 
was found on microscopic examination to have occurred. The modification 
failed under elastic stress, even when of slight amount (5500 Ibs. per sq. in.). 
Plastic stress of the modified alloy did not in the absence of elastic stress 
cause failure, yet it hastened failure of specimens elastically stressed at the 
same time. Rawdon 78 also found that the cold working of properly treated 


duralumin had no appreciable influence towards making the alloy suscep- 
tible to intercrystalline embrittlement. 
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Specimens of a duralumin alloy carrying 0.8% silicon were exposed 
three months at half-tide level on the North Sea.®* The metal was prepared 
by quenching from 930° F. in cold water. Specimens aged at room tem- 
perature, though pitted, suffered no intercrystalline attack. Specimens 
aged at elevated temperature suffered intercrystalline attack. 

These results of exposure in the atmosphere and in salt ‘solutions illus- 
trate the normal good behavior to be expected of properly treated duralumin. 

The mechanism of intercrystalline embrittlement of duralumin is not 
as yet clear, the agency that makes an alloy susceptible being, it is believed, 
sub-microscopic. The copper in duralumin passes into solid solution at over 
930° F. Quenching from this temperature range followed by room tem- 
perature ageing supplies in ordinary duralumin both desirable mechanical 
properties and resistance to intercrystalline embrittlement on subsequent 
exposure. Delayed cooling to room temperature or subsequent ageing at an 
elevated temperature destroys the resistance to embrittlement. It seems 
to be generally assumed that the active substance is Cu Al, and that pre- 
cipitation of this substance must be suppressed within some limit for the 
alloy to be resistant. The role that other elements—silicon, manganese, iron, 
magnesium—may play in the problem is still largely undetermined. 

The cast alloys do not usually seem to be susceptible to intercrystalline 
embrittlement, although cases have been observed %; alloys with 4% cop- 
per and 2% silicon, and those with 4 to 5% copper and 1% silicon are stated 
to be inferior from the intercrystalline standpoint. Pure aluminum and 
manganese aluminum,?> and the copper-free alloy with 1% silicon and 0.6% 
magnesium are immune. 


LocALIZED ACTION 


Pitting is a common occurrence with aluminum 4% and particularly with 
its alloys. Although the cause may be attributed to several factors—impuri- 
ties, minute cavities, differential oxygen cells, adherent dust and dirt par- 
ticles, air bubbles, emery particles—these all act through local breakdown 
of the oxide skin or local failure of the skin to develop in full protective 
degree. Callendar 1* has demonstrated that a potential difference may exist 
between aluminum surfaces on which the oxide skin is developed in dif- 
ferent thickness, and that the film forms slowly in air and alters slowly 
on immersion. These features lead to the reasoning that local obstruction 
to film development in air or on immersion may lead to the setting up of 
such potential differences and consequent flow of current. An even dis- 
tribution of the film, Callendar suggests, may be prevented by settling of: 
dust, grease, moisture, and by irregularities in the surface itself, the anodic 
areas being those of relative inaccessibility. Evans 3% has shown that alu- 
minum, like other metals, is sensitive to differential aeration cell action; 
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cavities and foreign particles and even air bubbles **: 7 8° are sufficient at 
times to lead to such cells. Points at which corrosion is taking place may 
remain of microscopic size,®8 and their location may be determined by blem- 
ish marks, cut edges, groove lines on abraded surfaces.*7 Aeration con- 
ditions favor more rapid attack at the water-line zone. 

Pitting is most frequently associated with chloride salt exposure condi- 
tions, such as sea water and marine atmospheres; yet pitting of aluminum 
has been observed in tap water after a day or two exposure.*® In atmos- 
pheric exposure, pits were in evidence on 99.9% aluminum after six months 
(marine and inland) and on properly heat-treated duralumin after 1} 
months (marine).78 Little information exists on the change in pitting rate 
with time; in aerated tap water the rate in one test series slowed down with 
time over periods of 60 to 100 days, the pitting intensity being more marked 
with duralumin than with the 14% manganese alloy.®* ®* Good evidence 
exists of the slowing down of pitting rates in atmospheric exposure.”® 78 
The strong alloys are stated to be more sensitive to pitting than the purer 
grades.20cStuis 


Pitting seems to be associated often with cavities and fissures in alu- 
minum. Guertler 4? and Rohrig ** have called attention to the possibility 
of cavities being formed on aluminum surfaces by the fracturing of the sili- 
con, iron-aluminum, and non-metallic constituents. Guertler has observed 
a dependence of corrosion on large silicon crystals and has suggested heat- 
treatment of commercial aluminum to put the silicon into the form of small 
grains (annealing over 750° F. with rapid cooling). It may be that cavities 
of this source become seats of the pitting attack so often observed in water- 
line areas.’ 7% 48 Seligman and Williams 8° were able to produce pitting 
in hard industrial waters at small artificial impressions closed over by 
hammering. 


EFFECT OF STRESS 


A sensitive criterion of corrosion damage is the drop in fatigue limit, 
since both corrosion and fatigue are essentially surface effects. With fatigue 
strength as a gage, damage to metal in both the unstressed and the stressed 
conditions has been determined.®-65 79. 89 Tmportant results are given here: 


1. Significant damage to commercial aluminum, 14% manganese 
aluminum, duralumin, and other light alloys tested, results from 
an exposure in an unstressed condition to water of either low 
chloride content (tap water) or high (sea water), in a relatively 
short time. The drop in fatigue limit from tap water exposure 
for commercial aluminum is shown in Table 9 and for duralumin 
and manganese-aluminum in Figure 9. 
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Ficure 10. Duralumin (heat-treated) Tested in Fatigue in (1) Air, 
(2) Fresh Water Stream, (3) Salt Water Stream. 
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The rate of damage under these test conditions decreased stead- 
ily with time, becoming negligible after 100 days, more or less. 


2. Exposure, simultaneously, to fatigue stresses and corrosion 
results in a lowering of the fatigue eae -cycle) curve. Curves 
are given in Figure 10. 


3. Stress accelerates the rate of corrosion damage, the effect being 
more pronounced with higher stress and with higher cycle fre- 
quencies. Furthermore, the rate of accelerated damage due to 
stress increases with time. Combinations of stress (in corro- 
sion exposure), time, and cycle frequency to produce 15% dam- 
age beyond that resulting from stressless corrosion are indicated 
in Figure 11; these data apply to duralumin under tapwater 
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Ficure 11. Duralumin vs. Fresh Water. Showing Combina- 
tions of Stress, Time and Rate of Rotation Resulting in a 15% 
Drop in Fatigue Limit. 


4. Static stress has been found to increase damage slightly to prop- 
erly treated duralumin in 13 days in a “wet-and-dry” salt water 
test, as judged by change in tensile properties. In this case the 
stress applied in exposure was 25,000 lbs. per sq. in. There was 
no similar effect with Alclad.8° Damage to Alclad was plainly 
evident when the specimens were stressed in an alternating bend 
test rather than in the static test. 


Two-MeEtTAL GALVANIC BEHAVIOR 


Aluminum, as we have seen, is one of the least noble metals, yet in spite 
of this characteristic, it has under many conditions an excellent degree of 
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corrosion resistance due to the protective oxide. Now the question arises 
as to what the effect on this protection may be of coupling with more noble 
metals. 


Accelerated attack of a metal through coupling with a more noble metal 
arises mainly through the fact that there is an increased area of metal on 
which the cathodic reaction may take place. The increase in anodic attack 
corresponds roughly with this increase in cathode surface. Actually, in 
the case of aluminum, another factor enters in by which a solution may 
have practically no progressive action on the uncoupled metal, yet when 
coupled with a more noble metal the corrosion is increased out of all pro- 
portion to the increase in cathode surface. It would seem that the coupling 
breaks down the protectiveness of the oxide, so that both the aluminum 
and the noble metal function as cathodes, the corrosion taking place 
entirely on the aluminum. It has been shown that with magnesium : noble 
metal couples exactly this happens.5’ Under salt water conditions that 
evolved 13 cc. hydrogen from uncoupled magnesium, from a magnesium: 
platinum couple 110 cc. gas were evolved at the magnesium and 142 cc. at 
the platinum. 

This same principle seems to apply to aluminum :noble metal couples 
and it is for this reason, among others, that particular consideration must 
be given to the possibility of galvanic attack of aluminum. 


Broadly speaking, aluminum coupled with a more noble metal—copper, 
copper alloys, nickel, lead—is ordinarily safe and satisfactory in the less 
corrosive atmospheres and, for the most part, in non-electrolytes like dis- 
tilled water and possibly tapwater. In marine atmospheres corrosion of 
the aluminum at the contact becomes noticeable. In any strong electrolyte, 
such as acids or salt solutions, corrosion is likely to be too pronounced to 
make the couples useful. In sea water or brines, for instance, attack is rapid. 


Couples exposed for a year to various atmospheres *® have given inter- 
esting qualitative results. In the most corrosive atmosphere, humid sea- 
coast air, aluminum suffered accelerated attack in contact with copper, 
nickel and tin; with zinc the aluminum was perhaps faintly protected, and 
with iron attack on both the aluminum and the iron was accelerated. In 
other marine and in industrial atmospheres the galvanic action was less 
or non-existent, and in rural atmospheres it was non-existent. These results 
may be taken only as tendencies, in the absence of good quantitative data. 

The determinations in Table 10 were made on duralumin :Monel metal 
couples, the duralumin persisting anodic both in the tap water and in the 


salt solution.5? 


The corrosion rates in Table 11 were obtained on duralumin sheet hav- 
ing 1.19 sq. dm. exposed area and carrying in the center a % in. Monel metal 
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TABLE 10.—Duralumin: Monel Metal Couples vs. Water. 


Mi Operation Open Circuit Short Circuit 
Hrs. in. e 





Volts Amperes 
Aerated Tap Water 

0 00 Immerse electrodes 38 

0 45 36 

0 46 Close circuit aay 
0 50 pair 
1 45 jae 
19 35 . 

19 36 Open circuit 39 
26 05 56 
26 06 Close circuit .0007 
26 07 .0003 
26 15 .0002 


Acrated 3% Sodium Chloride 





0 00 Immerse electrodes 

0 02 5297 

1 00 5293 

1 01 Close circuit .0250 
\ 03 .0150 
2 20 .0128 
5 40 .0108 
6 00 .0096 
22 20 .0043 
26 20 0042 
26 25 Open circuit 4500 
28 50 5427 
29 50 ) .4880 
29 51 Close circuit .0043 
46 20 : 0028 





rn ee th ed 


* Anode had developed a thick gelatinous white product with heavy pits beneath. 


bolt with a 1 in. square head and a hexagon nut. The solutions were aerated 
and agitated : 


TABLE 11.—Duralumin: Monel Metal Couple vs. Water. 


Mg. per sq. dm. per day 


Uncoupled Coupled 

Tap water— 2k: hitsiee wna se arm 
Sodium chloride—21 hrs. ........... + 18 * 
65: hes pee + * 24 * 

69: hres. oe. 16.9 PAS § 


* Marked pitting occurred on these specimens. 
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These tests would lead to the conclusion that in sea water the coupling 
of duralumin with cathodic metals would lead to serious damage, even with 
small cathode area. In tap water (and similar low conductivity solutions ) 
galvanic acceleration is much less marked and perhaps inconsequential. In 
one case copper rivets in aluminum in one month tap water exposure resulted 
in strong attack of the aluminum about the rivet head.*? Galvanic coupling 
with brass?® caused strong anodic action on aluminum in sea water. Tests 
with brass and phosphor bronze screws in two casting alloys, in exposure 
in sea water and in sea air, gave unsatisfactory behavior.*’ 

The cathodic and damaging effect of either nickel or chromium plating 
on aluminum is generally recognized.” 15: 3% 9% 

The behavior of iron:aluminum couples seems to be various. Alu- 
minum coupled with iron sometimes has no tendency towards accelerated 
attack.8° In fact steel may sometimes be anodic to aluminum.’® *° Steel 
specimens sprayed with aluminum have rusted, in carbonate water, at cracks 
in the coating, yet in sodium chloride solution the. aluminum protected the 
steel.36 Sterner-Rainer 92 found steel accelerated action on aluminum 
alloys in sea water; Seligman and Williams *® found the steel to suffer 
in tapwater, with the aluminum remaining unpitted in over a month’s 
exposure. Bauermeister ® found that iron screws in aluminum alloy cast- 
ings were worse even than brass screws in causing corrosion of the castings, 
in sea water and sea air. 

The polarity of steel:aluminum couples, therefore, is not constant, but 
depends on the exposure condition and possibly on the nature of the alu- 
minum alloy and its heat treatment. 

In Table 122° are given weight losses of aluminum and of annealed 
duralumin (unfavorable condition), as obtained in 26-day tests in sea water. 


The iron certainly was cathodic in these. Further tests were made with 
various aluminum alloys.2® See Table 13. 


TaBLe 12—Galvanic Couples vs. Sea Water. 
Weight Change of Aluminum or Duralumin—Units 


Couple Aluminum’ Duralumin 
Goppers sa csesc Fi chemencostcees — 390 m= 302 
Peickcel © whe ee one vires Vn peas ee 30 — 46 
Taree ae coe yep ioeka's she Sreia'e"s «o's — 76 — 150 
Gratien, tees ais Seine o> ee Sm hy 7 — 16 + 10 
Pati ieerre Aes Dholeieee saree ease + 10 meee, 


Zinc as these data indicate, is anodic to aluminum and duralumin.? ?: 
30,95 Experience has shown that couples of light metals with zinc or ce 
vanized steel may be used without particular tendency for either to corrode.® 

Cadmium was found anodic to duralumin yet cathodic to aluminum in 
tle tests quoted above, in which the couples were exposed 26 days in sea 
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TasLe 13.—Galvanic Couples vs. Sea Water. 
Weight Change of Aluminum Alloy—Units 


Alloying Element Copper aap? Nickel oe 
et 
5% — 77 —22 — He ae 
Manganese oy _ 4 = 2 z f ea 
ly is 
Magnesium 1% — 133 — 50 — 38 a se 
2% — 72 —70 — 31 


water.2° In other tests as well 2: ? cadmium has been found to be protective, 
more pronouncedly so with duralumin than with aluminum, and yet cathodic 
to aluminum % over a long period of exposure (1 to 2 years) in sea water 
wet-and-dry and spray tests. Cadmium-plated steel is very commonly, and 
satisfactorily, used in contact with aluminum and duralumin in airplane 
construction. 

Magnesium is strongly anodic to aluminum. In fact, according to the 
quantity of hydrogen evolved from couples in exposure to 3% sodium 
chloride, aluminum is as fully a destructive cathode as copper.” 

Polarity relationships among the various light metals have been worked 
out by Edwards and Taylor.8° They have cited a case of severe corrosion 
of a 5% silicon casting alloy through contact in sea water with a copper 
content aluminum alloy. In their tests aluminum sheet, of 99.2 to 99.95% 
purity, was anodic in sodium chloride solutions to duralumin and in most 
cases to other strong alloys of the heat-treatable type. The potentials 
between.aluminum and duralumin ranged from .041 to .221 volts. 


Aluminum is normally slightly anodic to duralumin in dilute electrolytes, 
a fact of great practical importance. This relationship has led to the product 
known as Alclad,?® 78 which, as already stated, is a bimetal consisting of 
duralumin with a thin layer of pure aluminum on both sides. With such a 
product the corrosion, such as it may be, is concentrated on the pure alu- 
minum. Alclad sheet carrying duralumin rivets, and with unprotected cut 
edges, may be exposed in salt solutions without the danger of damage to 
the rivets or the duralumin left uncovered at the edges. The bimetal has 
the strength of the duralumin and yet the better corrosion resistance of 
pure aluminum. 


The same principle has been developed in Europe in the product known 
as Allautal,°° or Duralplat,®® both of which are duralumin with outer layers 
of a strong aluminum alloy that does not carry copper and that, therefore, 
has better resistance than the duralumin. In this product also the outer 
layers are anodic and protective to the duralumin. Meissner ® exposed 
specimens of Duralplat for two years in the North Sea. In the case only 
of thin specimens, .019 inch in thickness, was there attack of the interior— 
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ordinary duralumin—sufficient to affect the tensile properties seriously, 
and with thin sections the entire outer coatings seemed to have been corroded 
away. In 18 months’ exposure on specimens carrying rivets there was 
no case of rivet loosening. The tensile strength of specimens .039 to .078 
inch thick had not suffered and the elongation of .039 inch and .055 inch 
specimens was unaffected. ; 


PROTECTIVE METHODS 


For many purposes the resistance of aluminum and its alloys is of a high 
order and there is no need of protection by paints or other means. In ordi- 
nary atmospheres, or rather in atmospheres that are less corrosive than the 
more reactive industrial and marine atmospheres, protection is unnecessary. 
Sometimes paints are applied for the sake of having a painted appearance. 
Examples of this are various aircraft. 

For metal, on the other hand, that is to be exposed to sea water or sea 
spray, as in the case of seaplanes or on shipboard, some mode of protection 
is desirable. It is for seaplane construction probably that Alclad was origi- 
nally developed. This is a very effective method of protection, the principal 
advantage being that the strength of the construction and the stability of the 
rivets remain essentially unchanged. Alclad is often painted, sometimes 
for the sake of appearance but in the more corrosive marine conditions for 
improving its resistance. 

A second method of protection is the anodic oxidation process 1 7 © 
by which the thickness of oxide naturally present on aluminum or its alloys 
is increased perhaps one hundred fold,®? with improvement in its protective 
value. The first important solution used as a means of producing the coat 
was chromic acid, the metal being corroded anodically in the bath by an 
impressed current. The oxide so developed gives good protection, although 
the subsequent application of paints or lanoline is advantageous. 

In this country sulfuric acid 77 has lately been displacing chromic in the 
anodic oxidation process, and in Germany oxalic acid seems to be widely 
used. All these methods have as the common result, a more protective oxide. 
It has been stated that anodic coatings are now being applied to much out- 
side architectural work, so that maintenance is practically avoided.?* 

In the application of paints to the light metals it is extremely important 
to prepare the surface properly for the priming coat. The anodic oxidation 
process has been found to be perhaps the best treatment preparatory to paint- 
ing, the adherence of the paint being better than with a sand-blasted sur- 
face or with a surface that has been cleaned, for instance, with benzol. 
Chemical treatment in a boiling solution of potassium dichromate and sodium 
carbonate, without anddic treatment, is successful as a preparation for 


painting. 
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The common type of failure of painted surfaces is blistering 27 due to 
gas forming faster on the surface of the metal than it can escape through 
the pores of the paint. Sunlight, or rather ultraviolet light, is particularly 
damaging to painted surfaces. 

Priming coats to be good must be resistant te moisture penetration, they 
must adhere well and serve as a good base for adherence of subsequent coats, 
and must carry corrosion-inhibitive pigments. Aluminum paint with a good 
vehicle may serve both as a priming and a finishing coat. Zinc chromate 
and certain iron oxide-zinc chromate primers made up in long oil varnish 
vehicle are widely used. For finishing coats any durable exterior paint or 
enamel may be used.?7 


ATMOSPHERE 


The reaction between aluminum and oxygen to form the oxide takes 
place in atmospheric exposure ; the coating develops after a shorter or longer 
time to a thickness and degree of continuity that slows down or, under some 
conditions, virtually arrests further oxidation. The curves in Figure 12 1° 
plot the weight increment of freshly surfaced aluminum in exposure in a 
basement atmosphere, 64° to 67° F. 


Ficure 12. Aluminum vs. 


Basement Atmosphere. 





The irregularities in the curves were believed to be associated with crack- 
ing of the oxide layer and subsequent healing. The thickness of the film 
before the first break in curve B was calculated to be on the order of one 
millionth of a centimeter. These results are particularly interesting in 
reflecting the growth of the protective oxide. 

The corrosion of aluminum and its alloys depends in part on the humid- 
ity and salinity of the atmosphere and the quantity and nature of the impuri- 
ties in the atmosphere. In dry, clean, inland atmosphere the metals are 
virtually unaffected ; against a moist marine atmosphere they will corrode 
with a strong tendency to pit ; in moist atmosphere carrying dust impurities, 
pitting may occur. The action may be slow even in conditions considered 


ALUMINUM AND ITS ALLOYS 127 


severe. Thus aluminum transmission lines installed in 1905 on the shore of 
the Gulf of Mexico, and in 1911 across salt water in California, remain 
today in good condition. Likewise, wire .126 inch in diameter, of 99.557 
aluminum exposed on a London roof corroded at an average (weight loss) 
rate of .4 mg. per sq. dm. per day, over a period of 23 years.1°? The drop 
over this period, in elastic limit corresponded to the loss in cross section 
area; the loss in ductility was from an original value of 1.86% to 0.9% 
(over 13.8 in. length). 

Perhaps the most illuminating set of data on the behavior of duralumin 
in the atmosphere is that of Dix,?* in which the effect on the strength and 
ductility of sheet and channel sections is determined in exposure to three 
different atmospheres. On the basis of these tests it may fairly be said, as 
meritioned by Dix, that the corrosion of properly processed duralumin in 
the atmosphere is “self-stopping,” in the sense that after the first year or 
two of exposure further damage is virtually halted. The damage that takes 
place in the first year or two, though it may become serious with the thinner 
gages, e. g., under .064 inch, may be considered immaterial with heavier 
metal. The results are given in Table 14. 

The same self-stopping nature of the attack of duralumin is illustrated 
in Figure 13 from tests reported by Rawdon and Mutchler.8* The curves 
show the change in elongation of 14 gage duralumin sheet, of proper pre- 
treatment. 


YW 
Oo 








So 
§ "ss 
pas © 9 2 oo 2 2g 
— O = S 
3. s ee Se pio oe = = Oe rn 10 ay 
5 207% --- Aged 3months at room temperatures " c= 
cr ~2 — Aged 3 weeks at room temperatures and 8 ss 
Qh Resse __cold roiled 10 percent of length Se 
£9: Loree — I —s == ie: —_—_4- + So = b aie 
(> Fad (Til das, acaesmaia al ~ . = 
c <— 0 ° o———- * ee 
= © Test specimen removed at Washington, D.C it 2¢ 
Ss 5 o Jest specimen removed at Hampton Roads, ie a 
e * Test specimen removed af Coco Solo, Canal Zoné V2 § 3. 
= O we 
wo 0 
i 0 2, inte s 20) 25 30 35 40 45 50 55 60 65 


Corrosion Period-Months 


Ficure 13. Duralumin vs. Weather. 


All specimens were given a solution heat-treatment of 15 minutes at 941 
degrees Fahrenheit. 


Still another example, the metal in this case being 99.55% aluminum 
wire, 0.125 in. in diameter. The wire was exposed outdoors for 23 years 
in London, with the following results 103 shown in Table 15. 
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Taste 14—Duralumin vs, Atmosphere. 
Per Cent Drop in Value 


Industrial 


; Marine 
Marine 


A“ a 
1 yr. 2 yr. Styrs Joris 2 yr bye eye: 


Industrial 


Heavy section—0.220 in. 
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Vield strength’ oc. 9030978 os 035 om 1 is 
Baan eee 5 Sve aa patie wane 6 
Thin section—. in. 
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This characteristic that duralumin and aluminum have of resisting pro- 
gressive corrosion is extremely important to have in mind. It means that 
the pitting which often-is noted on the light metals after atmospheric 
exposure is truly superficial and remains superficial with prolonged exposure. 


TABLE 15.—Aluminum vs. Atmasphere. 


Year of Breaking Strength Elastic Limit Elongation 
Test Lbs. per sq. in. Lbs. per sq. in. % in 13.7 in. 
1902 28,000 19,200 1.86 
1910 24,750 10,700 95 
1925 25,650 11,250 90 


What is the rate of corrosion of aluminum in the atmosphere? We 
have seen that the rate characteristically slows down with time, so that the 
rate over any limited exposure period can be considered greater than for a 
more prolonged period. Wilson’s results 1 actually indicate that there is 
a slowing down of rates even after 15 to 20 years. His specific rates for 
aluminum and various aluminum alloys, based on average weight loss after 
23-years exposure to London atmosphere, were 0.4 mg. per sq. dm. per day 
and les. Friend #° determined a rate of less than 0.1 mg. per sq. dm. per 
day for 7 years in an urban atmosphere. 

Rawdon ‘8 has reported the change in strength and ductility of 14 gage 
duralumin and Alclad specimens exposed 12 to 18 months to temperate sea 
coast, tropical sea coast and temperate inland atmospheres. The inland 
atmosphere was least corrosive, the warm coastal most. The Alclad speci- 
mens were not appreciably changed in strength or ductility although they 
were superficially pitted. The properly processed duralumin specimens 
suffered negligible losses only in the inland exposure. In marine expos:re 
the losses in strength and elongation ranged from negligible to a few per cent 
only. Even in the cases where there was definite damage, the rate of dam- 
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age generally slowed down with time, which bears out the findings of Dix, 
given above. In Rawdon’s tests the duralumin specimens as well as the 
Alclad were superficially pitted. The properly processed duralumin suf- 
fered no intercrystalline embrittlement. 


Aluminum is in widespread use for exterior and interior architectural 
work. Outdoors the metal can be expected to last indefinitely, in its cast 
and relatively heavy wrought and extruded shapes, yet its originally bright 
surface will not be maintained without periodical cleaning. This latter is 
particularly true of urban atmospheres, with the accumulation of dust and 
dirt made more easy by the oxide layer that naturally develops on the metal. 


WATERS 


Aluminum tanks and piping for storing and handling distilled water 
are practical; furthermore there is no undesirable contamination of the 
water derived from the aluminum. In one case ?® analysis of water drawn 
from an aluminum container-and piping system yielded less than one part 
aluminum in one hundred million. The action of natural waters on alu- 
minum is, on the average, low.1° 48 A fine white deposit develops on alu- 
minum, yet this does not signify serious weight loss. Soft waters and 
particularly waters carrying high carbon dioxide appear to be more cor- 
rosive than other types. Yet waters softened by zeolite treatment and 
waters of temporary hardness are usually without much action unless appre- 
ciable chlorides and sulfates are also present.** Attack by waters may be 
more pronounced at the water line. Haase #® has described tests, for 
instance, in which various fresh waters pitted through aluminum containers 
after 18-days quiet exposure. The metal in this case seems to have carried 
about 1% iron, probably a deleterious impurity. Bengough and Hudson ?° 
found no special water line attack of aluminum resulting in several weeks 
exposure to distilled water, tap water, or sea water that had been boiled to 
expel dissolved air. Alloys were somewhat attacked. 

Chlorides in solution, as already stated, are damaging to the protective 
oxide layer on aluminum. It is through this fact that sea water with its 
sodium chloride content of 3%, more or less, often leads to difficulty from 
corrosion. Sea water is a particularly searching corrosive with the light 
metals, and brings to light rather effectively the differences in behavior 
among the different types of aluminum and its alloys. Generally speaking 
the purer grades of aluminum, the manganese (up to 2%) aluminum alloy 
and the silicon casting alloys are perhaps the best in behavior. The copper- 
bearing and the zinc-bearing alloys are inferior. Duralumin is less resistant 
than pure aluminum, and less resistant than the type of wrought heat-treat- 


ing alloy that carries 1% silicon and 0.67 magnesium. 
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Sea water normally pits the aluminum metals, the pits attaining greater 
depths than those appearing in atmospheric exposure. The rate of pitting 
attack does not seem to have been worked out for seawater as it has for 
the atmosphere, and it cannot be said with certainty that the rate slows 
down with time, although this may be a fact. 

In one test a bar of aluminum was exposed three years in water off a 
dock in Southampton, England. The weight loss was negligible—less than 
1 mg. per sq. dm. per day. A layer of protective mud and oil built up on 
the bar, so that the test was not truly representative.** 


In another test a bar of aluminum was submerged for four years in 
Bristol, England, Channel.*® The weight loss corrosion rate was 14 mg. 
per sq. dm. per day, whereas the pitting corrosion rate was about 100 mg. 
per sq. dm. per day (.05 inch per year). This illustrates how much more 
corrosive to aluminum sea water is than the normai atmosphere, where 
average weight loss rates are down well below 1 mg. per sq. dm. per day. 
It is with these two exposure conditions that the aluminum metals are most 
concerned, and resistance—in ordinary parlance—is “good” in the atmos- 
phere, and inclined to be “poor” in sea water, relatively speaking, and inter- 
mediate in sea spray. 


In another set of tests,®’ specimens of a copper-bearing duralumin, 
quenched from 932° F. and aged at room temperature, were exposed at 
part tide level in the North Sea for 3 months. The specimens were .078 
inch thick strip. The drop in tensile strength amounted to 6%, and the drop 
in elongation about 45%. The specimens were pitted, but suffered no 
intercrystalline attack. Unfortunately the pitting rate was not determined. 

Aluminum and aluminum alloys partially immersed in sea water carry- 
ing air, for several weeks, in tests by Bengough and Hudson,!° were very 
strongly attacked at or just above the water line. Some pitting occurred 
below the water-line. Actual hydrogen evolution was evident under the 
microscope. The action was observed to take place as much as one inch 
above the water-line due to capillary attraction. 


SALT SOLUTIONS 


Aluminum has good resistance against most aqueous solutions of salts 
in the neutral range—roughly pH of 7.2 to 6.4. Such salts as sulfates, 
nitrates, acetates, carbonates, chromates falling within this range have rela- 
tively slight action. Neutral chloride solutions are not included in this 
category for with these, as discussed already in connection with sea water, 
the protective layer that develops on the aluminum breaks down, or is at 
least much less protective. As a result aluminum is less satisfactory for 
handling calcium, sodium, and magnesium brine solutions than for handling 
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some of the other, salt solutions. The action that goes on is both general 
and of pitting nature, the latter being of course the more serious. Chromate 
additions to calcium chloride brines slow down considerably the action on 
aluminum *! and make it possible and practical to use aluminum in refriger- 
ating and air-conditioning equipment. 

Trebler °7 has suspended aluminum specimens in calcium chloride refrig- 
erating brine in a dairy, the brine carrying customary chromate inhibitor. 
The rates for commercial aluminum, a 1.15% manganese alloy and a 5% 
silicon alloy ranged from 0 to 2 mg. per sq. dm. per day, with slight shallow 
pitting in all cases. Whether the pitting was progressive or not was not 
noted, although Trebler concluded that the metal was safe to use in spite 
of the pitting. 

This relative corrosiveness of chlorides carries on into the alkaline range 
as well. The alkaline hypochlorites are readily reactive even in very dilute 
solutions, such for instance as a solution with .02% available chlorine. 


Callendar 17 has studied the boundary resistances developing on alum- 
inum in salt solutions and believes the protective effect of chromate and 
nitrate is due to direct oxidation and that of carbonate due to its effect on 
precipitating hydroxide. His observations of the effect of nitrate con- 
centration and alloy composition are given below and in Figure 14. The 
specimens giving the results in Table 16 were submerged in .01% potassium 
nitrate in tap water. 


0.010 


Figure 14. Aluminum vs. 


Potassium Nitrate. 


ium Nitrate Added, percent 


Potass' 





Days 


TABLE 16.—Aluminum Alloys vs. Potassium Nitrate. 


Appearance of 


Fe Si Cu Zn Mg Al Corrosion 
0.70 0.55 2.94 14.10 : Remainder ae days 
061 040 691 1.30 ; 30 

$43 038 N86 0.13 Little in 250 days 
0.11 0.11 
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A great deal of corrosion testing of the light metals has been done with 
a solution of sodium chloride and hydrogen peroxide. The presence of 
hydrogen peroxide in a salt solution is accelerating to corrosion. Since its 
action is unlike that of practical exposure conditions, and therefore its 
results perhaps of questionable parallelism with practical exposure con- 
ditions, only one set of data will be offered here. These tests 73 point out 
particularly the lower degree of attack of pure aluminum, acceleration of 
the attack of aluminum by coupling with duralumin in the product Alclad, 
the destructive nature of the attack on duralumin, and the prevention of 
this attack by coupling with pure aluminum. 

Exposed 5 days in a mixture of 3% sodium chloride and 1% hydrogen 
peroxide at 68° F. and under constant agitation, damage was experienced as 
shown in Table 17. In the case of the Alclad specimens the duralumin was 
exposed at cut edges. Corrosion of these specimens was confined to the outer 
layers of pure aluminum. The pre-treatment of the duralumin was not 
described in the paper in which these results appeared. 

A similar study was made of the effect of a salt water spray test of 
66-days duration. This proved to be far less damaging on the basis of 
weight loss rates, yet was fully as damaging to the strength and ductility of 
the duralumin specimens. 

Following are given data on the effect of a number of salt solutions 
of the neutral and relatively weakly corrosive type on aluminum. Included 
are data on chloride solutions. Reference was not made by the authors of 


TABLE 18.—Aluminum vs. Salt Solutions. 


Mg. per sq. dm. per day 


Method Sodium Chloride Potassium Dichromate 
1N 1N 
Total immersion 
Air-agitated ......++-++eee- 2.2 1 
Quiet .....ccccccessccceees 4 15 
Alternate immersion 
Continuous ..-------+eeee 1.5 fh 
Intermittent ....----++eeees A 1.5 
Spray (30 days) ---+-++2++++5 4 Jl 


the papers from which these data have been taken to possible pitting action. 
The rates in Table 18 were obtained at room temperature in 48 hours 
following previous 48-hour exposure. *? 
In the tests in Table 19 specimens were immersed in quiet salt solutions 
for 7 days at 64° to 68° F.—the solution being renewed daily—and for 


28 days, respectively.*® 


>. ee 
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TABLE 19.—Aluminum vs. Salt Solutions. 
Conc. % Meg. per sq. dm. per day 
7 days 28 days 


Magnesium chloride .. 9 Za 4.6 
Calcium chloride ...... 1.1 7 1 
Sodium chloride ......- eS <l a 
Sodium carbonate ....- 1.0 


Thirty day submersion at room temperature gave the data in Table 20.*7 


TABLE 20.—Aluminum Metals vs. Salt Solutions 


Mg. per sq. dm. per day 
Aluminum Duralumin 


Ammonium: chloride—5% .......-.- 4 4 
Magnesium chloride—l% .........-- of 4 
Sodiunr ‘sulfate-—10%.& weeess e-0 oo * * 
Magnesium sulfate—5% .........-+- 3 a 


* No determinable weight loss. 


Immersion of aluminum for 14 days at 140° to 158° F. in 1 to 75% 
sodium sulfate solutions gave rates of 3.6 mg. per sq. dm. per day and 
less. Exposure to air-saturated 4% magnesium sulfate at 140° to 176° F. 
for 14 days gave a rate of less than 1 mg. per sq. dm. per day for aluminum. 

Aluminum exposed 150 hours to ammonia salt solutions, dilute to con- 
centrated, gave the data in Table 21. 


Tas_e 21.—Aluminum vs. Ammonium Salts. 
Mg. per sq. dm. per day 
68° F. 


140°-158° F. 
Ammonium carbonate ........ cad | <i 
a chlorite eet fee fo 15k 5-1 
i sulfate,’.;2-. Pied <t L1l-<1 
x MNEPSTE ea seen 0 0 


Solutions of salts of heavy metals, such as ferric sulfate and chloride, 
stannic chloride, mercuric chloride, copper sulfate, ’silver nitrate, are strongly 
corrosive to aluminum both because of acid character and oxidizing capacity. 
In no case is it feasible to use aluminum for handling these. 

Salt solutions reacting alkaline, such as the alkali carbonates, phosphates, 
hypochlorites are too readily reactive in the absence of inhibitor, to make 
the use of aluminum with these practical for most purposes. As already 
stated, the addition of inhibitors to such solutions is beneficial, and makes 
the use of many cleaners carrying these substances practical. 


Foop Propucts § 


Aluminum is very extensively used with foodstuffs, both as ordinary 
household cooking utensils and as equipment in the processing and handling 


>’ 4 - 4 : 
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of foods in the dairy, the canning plant, and so on. The resistance of 
aluminum to corrosion by foodstuffs is of a high order—with the more acid 
products less than with- the neutral products—, and aluminum has the 
further advantage that its compounds are colorless. Finally, aluminum in 
the quantities normally picked up by foodstuffs is non-toxic. 

Unsatisfactory features of aluminum at times are a tendency to pit, 
softness, the difficulty in some cases with which it is kept clean, poor resist- 
ance to alkaline solutions. Alkaline cleaning compounds must carry 
inhibitors in order that undue action on the aluminum may not take place. 

Actual corrosion rates of aluminum in contact with food products, other 
than the more acid fruit juices, range for the most part, expressed as 
mg. per sq. dm. per day, from virtually zero to perhaps 5 or 10. Action as 
slight as this is of course negligible when viewed from any angle—life of 
the metal, toxicity, contamination of the product. Foodstuffs normally are 
held for short periods of time only in metal processing and handling equip- 
ment. Consequently, with such low rates of attack, a content of dissolved 
metal has no time to build up in the product. 

A great many foodstuffs are cooked in the household in the presence of 
salt, or sodium chloride. It has already been pointed out that this sub- 
stance, among the neutral solutions, is particularly corrosive to aluminum. 
The fact is seldom if ever important when considering the suitability of 
aluminum cooking utensils. Even though corrosion may be somewhat 
greater when cooking such a product, the time of contact is so short and the 
actual corrosion rate still sufficiently low that trouble is not experienced. 
It is another matter, however, to consider aluminum suitable for handling 
the brine solutions found in canneries. It is only where inhibitors may be 
added to brines that aluminum may be used at all. 

With respect to the non-toxic quality of aluminum, it really is sufficient to 
say—to lay the ghost of toxicity that has in the past been raised—that 


TABLE 22—Aluminum Pick-up by Foods. 


Duration Aluminum content Increase in 
of cooking Glass Aluminum Aluminum 


Foodstuff — Minutes p.p.m. p.p.m. p.p.m. 
Fried bacon .....402s0---00% 5 25 68 43 
Boiled ham .c<---c<s----+s 120 64 87 23 
Percolated coffee ....-.---+- 15 25 1.03 78 
ated ete ecole woe ete s+ #18 nyeke 150 1.43 8.28 6.85 
Stewed ere. oe hee Oe 20 ale 4.20 4.08 
Creamed cabbage 

cooked with soda ....--- 45 34 90.8 90.5 

cooked without soda ...-. 45 37 2.76 2.39 
Riihard. ...chsurces= ++ "ys > 95 13.45 12.5 
eS ae SA ee ae 40 4.60 7.10 2.5 
Apple butter ..-----++++++: 390 5.28 118 113 


*Includes time to concentrate cider. 
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aluminum is a normal constitutent of foodstuffs, and that the further quanti- 
ties absorbed from the utensil in normal use are not significant. Some 
excellently illustrative data have been obtained in cooking tests using glass 
utensils in comparison with aluminum utensils.® A selection from the 
data is given in Table 22. 

The question as to whether or not aluminum is damaging when taken 
into the human system has been considered by innumerable investigators. 
The considered opinion of scientific authority is in agreement that aluminum 
in the amounts absorbed with food products is perfectly harmless. Perhaps 
the best statement is that of the Bureau of Standards *: 


“The Bureau often receives inquiries relative to the toxic properties 
of aluminum, particularly in reference to its use as a cooking utensil. The 
following opinion was expressed by the Public Health Service concerning 
this matter: ‘There is no evidence available which would indicate that 
aluminum cooking utensils represent a potential danger to health. There 
is no question that if strongly acid or alkaline foods are prepared in 
such containers a certain amount of the metal will be dissolved and will 
pass over into the food. It is very doubtful, however, whether a sufficient 
amount of metal will be found under such circumstances in food so as 
to produce a deleterious effect on the health of persons consuming this 
food. It should be remembered that certain widely used baking powders 
contain considerable quantities of aluminum salts and while certan objec- 
tions have been raised to the use of these aluminum baking powders, the 
question of their injuriousness has not been definitely established. In the 
use of aluminum cooking utensils it may, perhaps, be advisable to avoid 
strongly acid foods. It may also be desirable not to let food stand for 
many hours in the aluminum cooking utensils.’ ” 


Cold fruit juices are reasonably well resisted by aluminum, though the 
action is inclined to be somewhat more rapid than that of less acid food 
products. Hot fruit juices on the other hand become rather seriously cor- 
rosive. Specimens of metal were exposed in reflux condensers to boiling 
juices “! with the results shown in Table 23. 


TaBLe 23.—Aluminum vs. Boiling Fruit Juices. 


Mg. per sq. dm. per day 
5 Hours 24 Hours 


Tomato juice—.486% acidity .................... 18 

Apple juice—28% acidity .................... 70 54 
Red grape juice—.75% acidity .............c00.. 45 41 
Lemon juice—5.2% acidity .............. Lele ance PL ROS 140 


Blount and Bailey have remarked that aluminum kettles and juice 
pans handling orange juice after a year’s use required removing due to 
pitting. They made tests in boiling juice within a reflux condenser, over a 
24-hour period following 72-hours previous exposure. See Table 24. 

Aluminum is very successfully used handling milk products, in all 
varieties of equipment. The resistance of aluminum to milk is high, once 
the simple precaution is taken to avoid coupling the metal with other, more 
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TABLE 24.—Aluminum vs. Boiling Orange Juice. 


Mg. per sq. 

; dm. per day 
Aluminum ....... sees cece eee er ene e ee een ener ees 75 
Aluminum (124% manganese) .....-..++++++++ 95 


noble metals such as copper and the bronzes. A great deal of corrosion 
testing has been done; perhaps the best set of data is that given by Trebler.®” 
He suspended strips of the various aluminum metals at various places in 
operating pasteurizing equipment during one day’s run of 8 hours. The 
corrosion rates in Table 25 resulted. 


TABLE 25.—Aluminum vs. Milk. 


Mg. per sq. dm. per day 
; Aluminum 5% Silicon 
Commercial with1.15% Casting 


Location , Aluminum Manganese Alloy 
Regenerator, bottom inside ......-- 5 19 12 
z: middle inside ......-- 8 5 
o top inside ......---:+- 3 5 8 
Electropure outlet pipe ..-.--+--- a =F oh 
OS bs ARSE PETS = + ae 
Regenerator, top outside .....----- 40 37 
ee middle outside ....-- 3 5 
~ bottom outside ....- 5 6 
5 3 


Cooler, outside ....-+-+seeeeerees 


Specimens of the same metals were suspended in buttermilk during one 
cycle of operation. During the cycle freshly separated skimmed milk was 
run into the vat at 80° to 90° F. and the temperature then raised in ‘about 
one hour to 180° to 190° F. and maintained at this temperature for 30 
minutes. The milk was cooled to 70° F. and the starter added and then 
left at this temperature for 15 hours. The curd was then broken and the 
buttermilk cooled to 40° F. The corrosion rates ranged from 6 to less than 


1 mg. per sq. dm. per day. 
These rates indicate very well the low order of attack to be expected. 


Acip SOLUTIONS 


Aluminum is used successfully for handling a good many acid conditions. 
In acid solutions the behavior of the metal depends on the behavior of the 
protective oxide. In concentrated nitric acid and in acetic acid of all con- 
centrations the resistance is good. In many exposures of the organic acids 
the metal is also used. Sulphuric, dilute nitric, phosphoric and particularly 
hydrochloric are corrosive. Increasing hydrogen-ion concentration favors 
corrosion, in the sense that solutions of higher hydrogen-ion concentration, 


J FR Fo vr |) 2 one = 
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no matter what the acid, are corrosive, and solutions of lower hydrogen-ion 
concentration, no matter what the acid, are resisted fairly well or better. 
An exception to this generalization is that hydrochloric acid even in very 
dilute solutions is corrosive. 

The conflicting factors, therefore, seem to be kydrogen-ion concentra- 
tion as the agency promoting corrosion and oxide-forming capacity as the 
preventive. Acid that gains access to fresh unoxidized aluminum is rapidly 
reactive, the action being accompanied by strong hydrogen evolution. This 
latter fact is not true of the acid attack of the more noble metals like copper 
and nickel which require the presence of oxygen as a depolarizer in order 
that corrosion may continue. The part that oxygen plays in the corrosion of 
aluminum, therefore, is quite unlike its role with copper, since in the 
case of aluminum the oxygen does not act appreciably as an accelerant by 
depolarizing hydrogen. Dissolved oxygen does not appear to be necessary 
for the formation and maintenance of the protective film. 

The pure grades of commercial aluminum; and the stronger manganese 
alloys are the types used for handling acids. Duralumin, and the various 
more highly alloyed casting compositions are little used with them. 

Acid solutions carrying other more noble metals in solution—such as 
copper or iron or tin or mercury—cannot be used with aluminum. Such 
substances are strongly corrosive. 

The test results of Whitman and Russell? indicate the relatively 
negligible effect of oxygen on the acid corrosion of aluminum. Slight 
acceleration with oxygen saturation occurred in some solutions, decelera- 
tion in others. The tests ran 5 hours at 68° F. It is presumed that the 
oxide film was present and maintained on the metal in the hydrogen-saturated 
acetic solutions. See Table 26. Acetic is seen to be only weakly corrosive, 
hydrochloric very strongly so and sulfuric intermediate. 


TABLE 26.—Aluminum vs. Acids. 


Mg. per sq. dm. per day 
Hydrogen Sat’d Oxygen Sat’d 


Sulfuric 6% 18 62 
50% 126 111 
96.5% eo 210 
Hydrochloric 4% 19,800 60,000 
Nitric 3% 49 8&6 
30% 175 148 
70% 114 100 
Acetic 6% a4 9.5 
50% <1 5.6 
glacial 11 1] 


The effect of aeration was likewise studied in the tests described 
below,*” and incidentally, found to be less important than with other 
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metals tested at the same time. The rates in acetic were low, and compar- 
able to those of Whitman and Russell.1®! ‘The tests ran 48 hours following 
previous 48-hours exposure, at room temperature. See Table 2f, 


TABLE 27.—Aluminum vs. Acids. 


Mg. per sq. dm. per day 


Hydrochloric Acetic 
: 1N 1N 
Total immersion 
Quiet ....-..-..ss ee ce eerste ee esees 450 Spy 
Air-apitated. 22.5 ccs ccc c eee cones 1050 hw 
Alternate immersion 
PEG mtestiOtis. cos oo fo ee se aos en's ss 2200 8.8 
Mmtermittent wee sc chee aes vets lee ele 620 7.1 
Spray (30 days) ...--++sseeereeeeecees 80 20 


Duralumin (heat-treatment not known) was more corroded. than 
aluminum in most of the solutions of Hatfield’s quiet submersion, room 
temperature tests.“7 The sulfuric and nitric rates for aluminum were 
moderate to light, the rates in the 30-day organic acid tests were low. See 
Table 28. 


TABLE 28.—Aluminum Metals vs. Acids 
Mg. per sq. dm. per day 


Aluminum Duralumin 
24-hour duration 
Hydrochloric 3.6% 2680 6560 
conc. 8410 43,590 
Nitric 6.39% 40 270 
32% 90 250 
Sulfuric 5% 20 60 
10% 20 40 
30-day duration 
Acetic 33% 2 6 
Citric 5% ‘3 eo 
Vinegar fe 2.6 


Of the rates in Table 29 #* those in 4-hour exposure are much higher 
than those in longer exposure. It is the nature of metals that develop pro- 
tective films to corrode at rates decreasing with time. With nitric and 
sulfuric, a protective coating obviously develops on aluminum, with hydro- 
chloric it does not, insofar as these test conditions apply. 


TABLE 29.—Aluminum vs. Acids. 


%o Mg. per sq. dm. per day 
Conc. 4 Hours 7 Days* 28 Days 
Nitric: uh ox eee oe o jE 120 14 20 
Hydrochloric ..----- 72 60 50 60 
Sulfuric Re sy Cee 98 300 13 10 


* Solution renewed daily. 


Ve eS a 
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The rates in Table 30 24 are low to moderate. The solutions were held at 
110° to 120° F., and the duration was 7 days. 


TABLE 30.—Aluminum vs. Acids. 
Mg. per sq. dm. per day 


Nitrig—-S 904d. aan de ae hotest en 33 
Sulftrio—50e.. peso eee ran 134 


The action of the warm to hot dilute organic acids in Table 31, over a 
period of 24 to 29 hours, was moderate.” 


TaBLe 31.—Aluminum vs. Acids. 


Temp. Mg. per sg. dm. per day 
Citric 5 — 97 %r a 150° F. 24 
Tartaric: — 1:12%...... boiling 46 
Malic — .97%...... boiling 22 
Acetic — .9% ...... boiling 27 


In the tests described in Table 32, the action at room temperature of 
quiet organic acids was negligible to low; the very great accelerating effect 


TABLE 32.—Aluminum vs. Acids. 
Mg. per sq. dm. 


Temp. : 

oF Duration per day 
Hydrochloric. 19a 4. ens ctee 70 5 days 223 
Sulfuric TG wii eee rete 70 5 days 9.8 
Acetic 1%: Sree 70 5 days ok 
Butyric OS et 70 5 days iz 
Lactic 1 oe oe 70 5 days ee 
Citric. O29 ye eae 70 5 days + 
Butyric 186 ae oes 145 5 hrs. 74 
Lactic Lea tae ee 145 5 hrs. 50 


of higher temperatures in the case of butyric and lactic is notable.5! The 
specimens were partially immersed in sealed containers. 

Hydrochloric. Hydrochloric acid, as the results that have alre dy 
been given show, is very actively corrosive to aluminum. The failure of 
the oxide to be protective may be attributed to its solubility in hydro- 
chloric acid and to the penetrating capacity of the chloride ion. The 
action of hydrochloric on aluminum is accompanied by strong hydrogen 
evolution, which likewise is an obstacle to the formation of a protective 
layer. Maass and Wiederholt * exposed various light alloy compositions, 
ranging from 99 to 80% aluminum, to dilute hydrochloric for a 5-month 
period with the following results: 

Mg. per sq. 
dm. per day 


Hydrochloric—0.5 Hofmal s..setvc te ate oes ae 30-110 
Hydrochloric—0.05 normal .................. 7-40 


—— a. 
- * 7 } 
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Edwards 8 is authority for the statement that a specimen of aluminum 
of very high purity showed no appreciable corrosion after 6-weeks exposure 
in fairly dilute hydrochloric. 

From the practical standpoint, aluminum cannot be used with hydro- 
chloric acid solutions of any concentration. 


Sulfuric. In sulfuric acid aluminum is corroded at rates ranging from 
low, in quiet long-time exposure in dilute solutions, to moderate and high 
at elevated temperatures and in stronger acid concentrations. The bounds 
within which a low degree of attack may be expected are not clearly 
marked. In addition to the. data on sulfuric already quoted, the data in 
Table 33 are given to outline the effect of temperature and of con- 
centration.!°! The duration was 5 hours. 


TABLE 33.—Aluminum vs. Sulfuric Acid. 


Cone. Temp. Mg. per sq. dm. per day 
Jo ray Hydrogen Stream Oxygen Stream 
6 68 18 62 

95 34 110 

122 195 346 

50 68 116 110 
95 364 430 

122 1,230 1,660 

96.5 68 250 210 
95 820 870 

122 3,300 3,300 


The rates of attack in room temperature 25-hour tests by Calcott and 
Whetzel 1¢ were severe. (See Table 34.) 


TABLE 34.—Aluminum vs. Sulfuric Acid. 


Conc. Mg. per sq. Conc. Mg. per sq. 
Jo dm. per day Jo dm. per day 
5 158 30 380 
10 292 40 450 
20 225 50 880 


Ferric iron in sulfuric acid is corrosive, even with relatively low con- 
tents of acid and iron. In the tests below the attack in every case was 
of a pitting nature.” The specimens were exposed to flowing mine 
water for from 16 to 120 days. 


TABLE 35.—Aluminum ‘vs. Sulfuric Acid with Ferric Salt. 


Sulfuric acid—7% 14 22 04 
Ferric iron —7% .006 .09 .014 

Mg. per sq. dm. per day 
araiisirimen ert cera mets 28 8 eee oo 84 155 42 
98% Aluminum 5% silicon, cast .-.--+-++*+** 242 220 43 
98% Aluminum 2% manganese, Cast ...+-++++> 84 223 + 
Aluminum alloy, rolled ...----.2+ss7rs+°8"* 59 176 8 


Aluminum-manganese alloy, rolled ....-.-+-++- 159 203 


a a 
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Nitric. Aluminum has been used on a wide scale in handling nitric 
acid solutions 8 for such purposes as containers and pipe lines and, in the 
case of concentrated acid, for shipping drums. In fact, it is the only 
metal approved by the Interstate Commerce Commission for shipment 
containers of nitric acid over 80% in strength. 

Chlorides and sulfates present in nitric increase corrosion very 
materially. It is only where these are absent or of very low concentration 
that aluminum equipment will have satisfactory behavior. 

Supplementary data on the effect of nitric acid are given in Table 36. 


TABLE 36.—Aluminum vs. Nitric Acid. 


Conc. Temp. Mg. per sq. 
0 ore dm. per day 
15 68 340 
162 2,400 
50 68 220 
122 1,900 
162 3,200 


The tests * in Table 37 were made with nitric, and nitric and sulfuric 
mixtures. 


TaBLe 37.—Aluminum vs. Nitric-Sulfuric Acid. 


Mg. per sq. 
dm. per day 
Nitric—7 parts to 3 of water 
ad ce —~\ 96 hoturs yaks aeetta Ganka uoles 82 
140°-158° F, —— 96 hours). 2 vase tenes 1,320 
Nitric—1 part to 2 parts sulfuric 
68° F, —'5S0 hours’... saskew<eeneeenee 290 
167° F. <=) hourw ss gee a ee 38,000 
Nitric—2 parts to 1 part sulfuric 
68° F, 50 ‘hours (eo) 1 ke eae ee ee 180 
167° F. ey Ls OUTS Aen yc a ee 24,000 


Sulfurous. Though aluminum is generally a good resistant to sul- 
fidizing conditions, the attack of sulfurous acid is rather strong. Simple 
immersion exposure for instance will resuit in evident corrosion. Moist 
sulfur dioxide gases at elevated temperatures sometimes may be handled 
with aluminum. The only available sulfurous corrosion rate is that from 
tests °° in a solution carrying calcium bisulfite and 4.5% free sulfurous 
acid. The tests were made at 275° F., with an average pressure of 130 
Ibs., for 7 hours. The average corrosion rate for 14 specimens was 5,300 


‘mg. per sq. dm. per day. This of course has no relation whatsoever to 
behavior at ordinary temperatures. 
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Chromic. Aluminum is only moderately corroded by chromic acid, 
as the rates given in Table 38 will testify. The tests ran 150 hours. 


TABLE 38.—Aluminum vs. Chromic Acid. 


Conc. Mg. per sq. dm. per day 
Jo 68° F. 140°-158° F. 
1 4 5 
5 15 ’ 21 
10 21 44 
Conc. 68 260 


Phosphoric. Phosphoric acid solutions attack aluminum moder- 
ately 4; the rates in Table 39 were obtained in 14-day tests. Kosting and 
Heins ® have given rates of several thousand mg. per sq. dm. per day in 
moderately high concentrations, at ordinary temperatures and hot. 


Tasie 39.--Aluminum vs. Phosphoric Acid. 


Conc. Mg. per sq. dm. per day 


Jo 68° F. 140°-158° F. 
1 4 6 
5 18 . 46 

10 38 93 

20 63 100 


Acetic. Acetic acid is very widely handled with aluminum. Cor- 
rosion rates of 4 to 25 mg. per sq. dm. per day seem characteristic for con- 
centrations of 1 to 10 per cent in the cold, stronger and weaker solutions 
being no more corrosive, usually less. The presence of certain impurities, 
as chlorides, hastens attack. Higher temperatures are rather strongly 
accelerating. 

The rates in Table 40 were obtained in 24-hour, room temperature tests 
in air-saturated acetic.5* These rates are without doubt higher than rates 


TABLE 40.—Aluminum vs. Acetic Acid. 


Conc. Mg. per sq. 
%o dm. per day 
1 36 
5 84 
10 29 
20 32 
50 46 
giacial 10.7 


that might have obtained if the tests had run for a longer period. A num- 
ber of sets of data have already been given, showing much lower rates in 
acetic; these are believed more accurate indications. 


144 CORROSION RESISTANCE OF METALS AND ALLOYS 


The rates in acid at room temperature are negligible; in boiling dilute 
acid the rates are high.* (See Table 41.) 


TABLE 41.—Aluminum vs. Acetic Acid. 
Mg. per sq. dm. per day 


oa 68° F.—4 Wks. Boiling—24 Hrs. 
1 1,200 
05 Ss 390 
85 eal 150 
90 <1 75 
95 at 39 


The rates in Table 42 5 in boiling acid are likewise high in the dilute 
concentrations. The lessening of rates with higher concentrations is 
important to note, for with hot concentrated acid aluminum is used rather 
widely. These tests also ran 24 hours: 


TABLE 42.—Aluminum vs. Boiling Acetic Acid. 


Conc. Mg. per sq. Cone. Mg. per sq. 
Jo dm. per day %o dm. per day 
1 589 60 205 
3 750 70 120 
5 420 85 80 
10 340 glacial 14 
50 340 


Seligman and Williams §* found acetic at room temperature, in con- 
centrations from 99 to less than one per cent, to range around 1 mg. per sq. 
dm. per day in quiet exposure; but © boiling acid was found to be much 
more corrosive. The boiling acid tests giving the rates in Table 43 ran 4 


TABLE 43.—Aluminum vs. Boiting Acetic Acid. 


Conc. Mg. per sq. 

Jo dm. per day 
50 315 
60 285 
70 240 
80 210 
90 100 
98 33 
99.9 z 3 


hours. These investigators found also that dehydrated hot acetic acid was 
extremely corrosive to aluminum. They have summarized their observa- 
tions: “For acetic, propionic, and butyric acids of high concentration, 
aluminum plant should have a reasonable life so long as there is no possi- 
bility of the formation of the anhydrous acids. Wherever these can be pro- 
duced, as for instance by heating acetic acid with acetic anhydride or where 
efficient dephlegmating arrangements are in use, the vessels are likely to be 


si: el a 
» vt. 
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very seriously attacked, unless small quantities of water can be introduced 
at the threatened points. Aluminum plant is not likely to have a prolonged 
life where it is in contact with hot acids of lower concentration.” 

Tests made on aluminum in actual processing solutions in a chemical 
plant have given the following results °?: 


Crude 80% acetic, specimens submerged near the bottom of a storage tank for 
4 days—12. mg. per sq. dm. per day. 


Commercially pure 80% acetic, specimens submerged at the bottom of a stor- 
age tank, for 14 days at room temperature—l6 mg. per sq. dm. per day. 


Commercially pure 80% acetic, specimens partially immersed in a storage tank 
for 6 days at room temperature—1000 mg. per sq. dm. per day. 


The strong attack of the partially immersed specimens is remarkable. 

Other organic acids. Other organic acids—citric, malic, lactic, tar- 
taric, oxalic, ete——seem to be somewhat more corrosive to aluminum 
than acetic, yet, judging by the data already quoted, these may be reason- 
ably well resisted in the cold. The hot acids are moderately to strongly 
corrosive. The tests in Table 44 ran 7 to 14 days *: 


TasBLe 44.—Aluminum vs. Acids. 


Mg. per sq. dm. per day 
Room Temp. Hot (140°-176° F.) 


Oxalic — 4% 4 
5 4 5 
Z 9 31 
5 8 86 
10 9 98 
Lactic — 1 5 30 
5 5 20 
10 5 21 
Salicylic =) gi 6 
2 13 
Phenols =. Jj | <1 
3 <ul 
10 <1 
50 1 
1D <a 
75 20* 

* 194-212° F. 


Rates obtained in plant tests in process solutions 52 were as follows. 
These are to be compared with rates already given for acetic acid under 
rather similar conditions. 


Formic acid 
Exposed in a still treating 90% acid at 212° F., for 8 days—530 mg. per 
sq. dm. per day. 
Exposed in the vapor of the still, for 27 days—200 mg. per sq. dm. 
per day. 


= ~ ~ ee a =a ee 
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At bottom of storage tank holding 90% acid at room temperature, for 
138 days—76 mg. per sq. dm. per day. 
For 6 days partially immersed in 90% acid at room temperature—2000 
mg. per sq. dm. per day. 

Lactic acid 


Immersed 17 days in tank receiving condensate (spent liquor) from still 
handling impure 30% lactic at 80°-150° F.—150 mg. per sq. dm. per day. 


Partially immersed for 8 days in the same—500 mg. per sq. dm. per day. 
In a still concentrating lactic from 5 to 48% under vacuum—280 mg. 
per sq. dm. per day. 


Boiling propionic and butyric acids, and other acids of the series, 
were found to be extremely corrosive when dehydrated.** As an illustration 
the data in Table 45 are quoted for boiling propionic. 


TABLE 45.—Aluminum vs. Boiling Propionic Acid. 


Conc. . Mg. per sq. 
% Time dm. per day 
80 4 hrs. 265 
98-99 5 hrs. 5 
Dehydrated 30 min. 200,000 


ALKALINE SOLUTIONS 


Since aluminum oxide is soluble in caustic alkaline solutions, these readily 
attack aluminum. Thus sodium and potassium hydroxide, sodium car- 
bonate and bicarbonate, tri-sodium phosphate, and other products, with- 
out inhibitor addition 2? cannot be handled with aluminum. Even the alkali 
present in ordinary household cleaning mixtures is sufficient to have serious 
effect unless these carry an inhibitor. Hard soaps do not corrode, soft 
soaps corrode vigorously.*? 

It has been found that the presence of sodium silicate in caustic solutions 
decreases and in some cases actually prevents this attack. Certain minimum 
ratios of silicate to caustic are necessary for protection. The addition of 
1% silicate to a 5% sodium carbonate solution was effective in one case. 
The silicate present in laundry soaps prevents the relatively rapid destruc- 
tion of household washing machines by the alkali of the soaps. Other 
inhibitors used are chromates and dichromates. _ Tests have been made by 
Rohrig ®? on the effectiveness of an addition of 0.75% sodium silicate, in 
30 minute exposure, an important comparison being given in Table 46. 


TABLE 46.—Aluminum vs, Alkaline Solutions. 


Mg. per sq. dm. per day 


Without With 
Silicate Silicate 
Sodium hydroxide 10%—68° F. .. 15,000 17,000 . 


Sodium carbonate 10%—149° F. . 4,600 <5 
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Ammonium hydroxide solutions on the other hand are generally well 
resisted by aluminum. Aluminum is used in connection with ammonia 
refrigerating systems and ammonia recovery equipment. Rawdon %® found 
ammonia and ammonium chloride mixtures to be very corrosive, whereas 
ammonium hydroxide alone was well resisted. 


Data #2 on both caustic and ammonia solutions are given in Table 47. 
That the action of ammonia solutions may sometimes be moderately severe 
is indicated. The tests ran for 48 hours following a previous 48-hour 
exposure, at room temperature. 


TABLE 47.—Aluminum vs. Alkaline Solutions. 


Mg. per sq. dm. per day 


Method Sodium Hydroxide Ammonium Hydroxide 
1N 1N 
Total immersion 
9 Se, ie eres Aer 26,000 <.1; 60 
Atecamitated © x event Pipa sas 26,000 <.1; 40 
Alternate immersion 
Continous 1iicse (6 ken Peace 6,000 88 
Titermittent “Gianweshe wine's « 1,300 17 
Seay AAU UAV) skies oo « csleh 68 2 15 vf 


Under simple immersion conditions in 33% sodium hydroxide, for 30 


_ days at room temperature, both aluminum and duralumin corroded at rates 


over 2,000 mg. per sq. dm. per day.** 
In one-fifth normal solution under simple immersion conditions at room 
temperature the rates in Table 48 were obtained.*® 


Taste 48.—Aluminum vs. Alkaline Solutions. 


Mg. per sq. dm. per day 


7 Days 28 Days 
Sodium hydroxide .....--.s+eeeeseeeeeeeeeees 2,900 95 . 
Ammonium hydroxide ......-+++eeeeeeeereres 50 ‘ 


The rates in Table 49 were obtained in 14-day tests.* 


Tape 49.—Aluminum vs. Aqueous A mmonia. 


. per sq. 
Conditions ae ieee ae 
Submerged in freshly produced aqueous ammonia mixed 
WET HAE os rekon vices esc ekncnenscess ee en ene eeenees 7 
Submerged in solution carrying 1.7% ammonia ...--------- 4 
Submerged in solution carrying 1% ammonia ...--++++++++: f 
Hung in vapor of fresh ammonia .......0--0eee eee eeeeeee xa 
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Tests giving the results in Table 50 ran 50 hours at 68° F.* 


TABLE 50.—Aluminum vs. Aqueous Ammonia. 


Conc. Mg. per sq. 
%o dm. per day 
1 1.5 
5 4.1 
‘ 10 4.8 
Conc. Tie 


HicH TEMPERATURES 


The limitations in the high temperature utility of aluminum and the light 
alloys lie more in mechanical deficiency than in chemical. The oxide film 
developing under heat is highly protective.7? See Figure 15. The thick- 
ness of the film in this case was calculated to be .00002 cm. (.000008 in.), 
assuming normal density. The appearance of the metal at the end of 890 
hours was “distinctly chalk white.” 


GM * PER CH? 





0 40 80 720 $40 580 860 900 
HOURS 


Ficure 15. Oxidation of Aluminum at 1112° F. 


Aluminum furthermore does not deteriorate, as the copper and nickel 
metals do, in hot sulfur-bearing gases. This property is utilized to some 
extent in petroleum refineries where the strength of hot aluminum is suffi- 
cient and where chloride corrosion is not encountered. 

Aluminum metals also are limited in the handling of steam by their 
softness and low strength. The corrosive action of steam may be very slight. 
In one case * refined aluminum held in dry steam, under pressure, at 572° 
F. for 215 hours was without change in appearance or weight. Sheet of 
ordinary aluminum held 100 hours in super-heated steam at 932° F. acquired 
a few blisters. 

An interesting set of data on the effect of steam is given in Table 51. 
Super-heated steam was passed at 120 to 140 ft. per sec., parallel to the 
surface of the metal, for 34 days—9 hours each day—at 570° to 660° F. 
The specimens were 1.2 in. square with a .32-inch diameter hole in the 
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center. The attack on the pure aluminum was not erosive, since it occurred 
as well in quiet steam. 


Taste 51—Aluminum Alloys vs. Super-heated Steam. 


: Weight 
poles Alloy Increase 
Grams 
06 Very pure aluminum 99.87 Al completely 
destroyed 
.06 Rolled aluminum .47 Si .72 Fe 074 
18 Rolled aluminum of 1 47 re 766 
18 Cast aluminum 42 Si 83 Fe 4 YH) 
18 8% Cu 45 Si 87 Fe 7.8 Cu ay | 
14 Cast duralumin 4 Cu .5 Mg 5 Mn .236 
18 Cast alpax 15) 4S1:.03*e .069 
ALUMINUM 
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Chapter VII 


Zinc and Zinc Coatings 


The basis of the greater use of zinc as a corrosion-resistant metal is the 
comparative stability both of zinc coatings on steel and of solid zinc sheet 
in exposure to the atmosphere and of zinc coatings to natural waters and 
sea water.2: 351 Zinc-coated sheet is commonly used in general building 
construction; zinc-coated pipe and pipe fittings in domestic and industrial 
water supply systems; zinc-coated wire for fencing and screening; and 
zinc-coated hardware practically universally. Solid zinc sheet is a roofing 
material, one of several applications in which the good ductility and malle- 
ability and the low strength of zinc allow forming into shapes. The struc- 


tural strength of solid zinc is too low to make it a generally useful engineer- 
ing metal. 


Types oF ZINC COATINGS 


Zinc-coating 7° is accomplished by three methods, each with its distinc- 
tive limitations and utility. The oldest method—and that used largely at 
the present time—is the hot-dip galvanizing process. In this, iron or steel, 
cleaned by acid pickling, is passed through a flux and into a bath of molten 
zinc at a temperature of about 820° to 830° F.; the resulting coat consists 
of an outer layer of zinc of the same purity as the bath, underlain by a 
series of zinc-iron alloys. The adherence to the base metal is good but 
variations in the purity of the zinc, composition of the base, and operating 
conditions greatly affect the tendency to cracking of the coating when the 
article is subjected to bending. The surface of the coating is slightly 
uneven and has the well-recognized spangled appearance. The short exposure 
to heat involved in the galvanizing process does not materially modify the 
mechanical properties of even cold-drawn steel spring wire, as is shown by 
the fact that wire for suspension bridge cable has carried, after galvanizing, 
a tensile strength of 200,000 pounds per square inch. 

“Sherardizing” is a dry zinc-coating process; iron and steel objects are 
packed in zinc dust, containing some zinc oxide, and heated to 480° to 750° 
F. The result is a coating of zinc-iron alloys, thinner than ordinarily 
obtained in the hot-dip process and of good adherence though subject to 
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dusting if bent. The process requires a good deal of care as to temperature 
control and impurities to give good results. Thick-walled and compli- 
cated objects, not of the larger sizes, are adaptable, and the general ease of 
processing makes the method economical in small-scale work. The time of 
exposure to heat is sufficient to modify the mechanical properties of some 
steels. 

Zinc electroplating differs from the other methods mainly in the absence 
of iron-zinc alloys in the coating and in the fact that ordinary temperatures 
only are involved. Uniform, thin and smooth coatings are characteristic 
though new processes for the production of heavy coatings have been 
developed. Uniformly good bending properties are probably more easily 
attained with this process than with the others. All galvanized coatings 
can be soldered. 

The spray gun in applying zinc is specially adapted to coating immobile 
surfaces such as tanks and exposed structural steel. A coating of any thick- 
ness may be obtained, but the process is fairly costly. 


GENERAL CoRROSION RESISTANCE 


The sphere of zinc as a corrosion-resisting metal, as already stated, is 
largely confined to the action of the atmosphere and various types of waters. 
In the protection of iron from rusting, zinc-coating is in general more satis- 
factory than painting, tinning or the application of other metal coatings. 
Zinc not only protects the underlying iron, but also, by virtue of its electro- 
chemical nature, definitely and characteristically protects iron where exposed 
at scratches and fractures in the coating. This behavior is quite unlike that 
of nickel, chromium, tin, copper, and lead, which as coatings ordinarily tend 
to accelerate corrosion of the iron base where exposed. The significance 
of this advantage for zinc is plain when it is considered that coated metal 
is probably never entirely free from pores and scratches that expose the 
base metal. Areas of exposed iron as much as 4 in. across may be entirely 
protected by the surrounding zinc coating, in atmospheric exposure. 

In addition to the galvanic protection described, zinc corrosion products 
tend to accumulate on the surface of the exposed iron, and some protective 
effect doubtless exists from these. 

In the use of zinc-coated iron where the exposure 1s rather severe—in 
certain atmospheres and underground—it is frequently found advisable to 
apply paint on the zinc as an additional measure against corrosion. Since 
paint does not adhere to fresh hot-dip, zinc-coated surfaces, a roughening 
treatment before painting is necessary, either in the form of several rnonths 
exposure to the atmosphere or etching with hydrochloric acid in toluol and 
alcohol (which remove grease). Copper or antimony salt solutions may 
also be used. The choice of the priming paint is important. The naturally 
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porous surface of a sherardized coat takes paint successfully without pre- 
treatment. Electrogalvanized coatings are also successfully painted with- 
out pretreatment in some cases. 


IMPURITIES IN ZINC 


Sheet and strip zinc vary in impurity content from about .10% to 
.60% impurities—mainly lead, cadmium and iron. The slab zinc (spelter ) 
used in hot-dip galvanizing varies from .01% to 1.5% in impurities. The 
purer grades are used in high-grade wire and sheet products where bending 
properties are important. For the spray-gun zinc wire and strip of widely 
varying purity are employed. Electrodeposited layers of zinc are the 
purest of any of the coatings. A highly refined zinc with less than .0001% 
impurities is a fairly recent development of scientific interest.’*. 

The relation of impurities in zinc to corrosion behavior has certain 
features that should be mentioned. It has in the past been generally 
believed that the purer a metal is the more resistant it will be. This belief 
is based on the evidence that metallic impurities in a metal tend to set 
up minute galvanic couples with the metal itself to produce an accelerated 
corrosion of one or the other. The tendency for this to take place with 
zinc is strong in exposure to acids. Thus very pure grades of zinc dissolve 
more slowly in acids. It is reported * that iron in excess of .01 to .015%, 
depending somewhat on the other impurities present in the zinc, is likely 
to give rise to uneven corrosion or pitting in a dry cell. Copper in excess 
of .005% is not ordinarily tolerated for battery zinc. On the other hand 
lead and cadmium in proper amounts favorably affect battery corrosion. 

Where the resistance of zinc is due to the accumulation of protective 
corrosion product, as in atmospheric exposure, impurities are usually an 
unimportant factor. On the other hand, the resistance of rolled zinc to 
outdoor corrosion is favorably affected to a slight degree by lead and 
cadmium. It is reported also * that the effect of copper, in certain com- 
positions of zinc at least, is slightly beneficial. 

An interesting sidelight on the effect of impurities on corrosion is the 
observation '* that very high purity zinc (less than .0001% impurity), in 
the form of crystals as deposited in the condenser of the refining apparatus, 
had a much better resistance than high-grade commercial zinc in exposure to 
the atmosphere and to non-oxidizing acid solutions. This unusual resis- 
tance did not persist when the crystal form was remelted and cast or was 
rolled. It was found further that this “spectroscopically pure” zine (rolled 
or cast), unlike electrolytic zinc, failed to evolve detectible hydrogen from 
a very dilute potassium chloride solution. In spite of this evidence of a 
positive effect of impurities, however, it was generally true that variations 


* A. M, Pierce, private comment. 
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in the type and quantities of impurities as they exist in sheet zinc and zinc 
coatings carry no virtual demonstrated significance from the corrosion 
angle. 

Proper control of impurities, particularly lead and tin, in die-casting 
alloys of high zinc content containing over .5% aluminum has been found 
to cure intercrystalline corrosion which resulted in swelling and cracking in 
tropical and subtropical atmospheric exposure.” 


NATURE OF ZINC COATINGS 


The structure of zinc coatings differs with the method of application. 
Under the influence of the heat involved in the hot-dip and sherardizing 
processes, alloys of iron and zinc form intermediate between the iron base 
and the outer zinc layer. These alloys are anodic to iron. Sprayed and 
electrodeposited zinc, on the other hand, consist of essentially pure metallic 
zinc. There is little to choose in specific corrosion resistance, though the 
greater thicknesses usually applied by the hot-dip method give this an 
advantage over the electro and sherardizing methods. 

The thickness of galvanized coatings is usually expressed in ounces per 
square foot of surface or of sheet.* Hot galvanized coatings run from 
0.00043 in. to 0.0021 in. Anything above 0.0013 in. is usually obtainable 
only on specification. Flux spots on hot galvanized sheets are cause for 
rejection. 

Electrogalvanized coatings heavier than 0.0005 in. are usually obtain- 
able only in special premium brands. Sherardized coatings are likewise 
thinner than hot-galvanized. 

Zinc-coatings, though more abrasion resistant than tin-coatings, tend 
to wear away under scratching and rubbing. Here again the galvanic rela- 
tion of zinc and iron is fortunate. The very satisfactory service of the 
common galvanized pail, in the face of the abrasion encountered in ordinary 
use, illustrates the good protection afforded by zinc coatings. 

It has been commonly believed that where the metal must be bent, thin 
coatings are better than thick from the corrosion resistance standpoint. As 
an actual fact, however, there are indications that the reverse is true, even 
though the visible cracking at bends is more pronounced with the thicker 
coats, Evans 2° made tests in which different varieties of galvanized iron 
were bent sharply and immersed in a dilute sodium chloride solution. Each 
of six thinly coated specimens developed rust within 14 days, yet eight 
thickly coated specimens were unrusted.in this time, although they had 
suffered more conspicuous bend-cracking. 


* 1 oz. per sq. ft. of surface=0.00172 in.; 0.001 in.=0.583 oz, per sq. ft. of surface. 
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TESTING THE NATURE OF COATINGS 


Various methods of testing *4 the thickness and efficiency of zinc coat- 
ings have been devised. The ferroxyl indicator test gives a fair idea of 
the continuity of the coating, and the so-called stripping tests, in which 
various acids are used in dissolving off the coating, are used for determin- 
ing the thickness. In spray tests coatings are compared by the length of 
time it takes for rust to appear ; the value of such tests lies more in afford- 
ing comparisons between different samples—evén then imperfectly—than 
in predicting the actual service life to be obtained. . 


GALVANIC CORROSION 


Zinc stands between aluminum and iron in two-metal galvanic behavior, 
and in exposure to aqueous solutions it is characteristically anodic to iron, 
nickel, lead, tin, copper, and the various alloys of these metals. Aluminum 
and zinc couples lead to very little if any acceleration, with zinc tending to 
be the anode under most conditions.” 5 Corrosion products on both zine 
and aluminum suppress galvanic action. This perhaps would not be true 
in sea water or sea air exposure, where the presence of chlorides tends to 
break down protective films on aluminum. 

Evans ** has demonstrated the galvanic protection of steel by zinc and 
has pointed out particularly how this effect differs quantitatively with solu- 
tions of different salts. The amount of zinc sacrificed is greater sometimes 
than the amount of steel saved. The specimens, of equal area, were partially 
immersed for 39 days. (See Table 52.) 


TABLE 52.—Zinc : Steel Couples vs. Various Solutions. 


Corrosion Rate — Mg. per sq. dm. per day 


Uncoupled Coupled 

Zinc Steel Zinc Steel 
M/20 Magnesium sulfate... -— 13 17 + 
M/20 Sodium sulfate...... 56 50 165 + 
M/20 Sodium chloride...... 50 50 150 + 
M/200 Sodium chloride.... 22 35 43 + 
Carbomicsactd .:oecx eee 2 14.7 7.5 -- 
Calcium bicarbonate ...... -|- 4.5 + a 
Tap water (hard) ........ + 1s s° = = 


A use for zinc of interest from the standpoint of corrosion and based 
on its electrolytic behavior is as a sacrificial anode in couple with iron and 
brass, the purpose being to protect equipment constructed of these metals 
at the expense of readily replaceable slabs of the zinc. Use of this prin- 
ciple is made in the oil-fields where zinc is placed in couple with the iron 
tubing and casing of an oil-well assembly. The method has been employed 
also in the protection of underwater iron parts of small ships, and in sea 
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water condensers. The main short-comings of this sacrificial corrosion lie 
in the fact that the distance over which the influence of the anodic zinc is 
felt is often measured in inches, rather than in feet as so often imagined, 
and that the amount of zinc sacrificed may be greater than the steel saved. 
As corrosion products develop on zinc its powers of protecting iron are 
diminished in both weak and strong electrolytes, i.e. tap-water and sodium 
chloride solution. Zinc protective plates are still considerably used. 


A second commercially important use of zine involving its galvanic 
behavior is as the anode pole in the common dry cell. In closed circuit in a 
mixture of ammonium chloride and manganese dioxide, with carbon as the 
cathode, the zinc passes into solution and so produces the current. The 
reaction is not reversible. 


Zinc plates have been used likewise as a protection to iron in marine 
boilers. A recent paper* points out, however, that the protection so 
afforded, though real enough, is not electrolytic but rather is due to the 
using up of the oxygen in the water by the normal uncoupled corrosion of 
the zinc. The oxygen thus becomes unavailable for iron corrosion. 


DEFINING NoN-CORROSIVE NEUTRAL RANGE OF AQUEOUS SOLUTION 


Zinc has useful resistance only in a relatively narrow, neutral range of 
solution, this resistance being due in the simplest case to a protective film 
of hydrate,-abetted in the case of impure solutions by other precipitated 
corrosion products and compounds deposited from solution. The hydrate 
is soluble on both the acid and alkaline sides of this neutral zone. 

Work by Roetheli, Cox and Littreal ** has very effectively drawn the 
limits of the neutral, hydrate-forming zone in tests in distilled water with 
hydrochloric used to throw the solution acid and sodium hydroxide alka- 
liné. The solutions were kept rather strongly agitated. Figure 16 shows 
the results. 

The hydrate is seen to have been most protective between the neutral 
point, pH 7, and pH 12.5. The fact is brought out that the exact shape 
and location of this curve is typical probably only of the particular set 
of conditions under which these tests were made. Factors such as agita- 
tion, aeration, salts in the solution, and temperature, in conjunction with 
hydrogen-ion concentration, affect the characteristics of film formation. 
These investigators conclude “in a universal sense the condition of low 
or negligible corrosion probably lies between pH values of 6 and 8 as 
minima and 11 as a maximum.” 

Cox 1 has on another occasion established the effect of temperature 
on behavior in distilled water. The specimens were constantly in motion 
in the solution, and the solution aerated with a stream of unwashed air 
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Temp. ° F. 


68 
122 
131 
149 


167 


203 


212 





Ficure 16. Effect of pH Value on Corrosion of Zinc. 


TABLE 53.—Zine vs. Distilled Water. 


Appearance of Precipitate 
Definitely gelatinous 
Slightly less gelatinous 
Mostly granular 


Decidedly granular, becoming 


flaky, compact 


Decidedly granular, flaky, 
compact 


Compact, dense and flaky 


Varies from grayish white to 
black, very dense; resembling 
enamel 


Tenacity of Precipitate 
Very adherent 
Adherent 

Non-adherent 
Non-adherent 


Non-adherent 


Adherent, removed by bending 
specimen and fracturing 
scale 


Very adherent and difficult to 
remove by mechanical means 


——— 7 | 
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bubbles. The duration of test was 15 days. The results are given in 


Figure 17. Examination of the zinc hydrate film showed that the strong 
increase in corrosion coincided with a change in the nature of the film 


from an adherent gelatinous state to a non-adherent granular state. (See 
Table 53.) 


Ficure 17. Zinc vs. Distilled 
Water; Effect of Temperature. 





Temperature ~- °F 


These results on change of film structure with temperature, and those 
preceding on the limits of the neutral relatively non-corrosive range of 
solution, are very valuable as background to an understanding of the 
corrosion resistance of zinc. A rate of 10 mg. per sq. dm. per day is 
sufficiently low to indicate moderately good resistance, whereas rates of 
5 to 2 mg. per sq. dm. per day are typical of the low degree of action of 
atmospheres on zinc. 

Behavior under acid, alkaline, and neutral conditions will now be dis- 
cussed in order. 


Acip CoNDITIONS 


Acids corrode zinc with strong evolution of hydrogen. As already 
noted in Figure 16 only very dilute concentrations of acid are required to 
push corrosion rates beyond the limits of usefulness. Thus hydrochloric 
with a pH of 4 yielded a rate of 200 mg. per sq. dm. per day. 

A good illustration of behavior, under different exposure conditions, 
against a strong acid and a weak acid—hydrochloric and acetic respectively 
—is given by the data in Table 54.30 The duration was 48 hours follow- 
ing previous 48-hours exposure, and the tests were made at room tempera- 
ture. One normal hydrochloric has a pH value of about 1, one normal 
acetic a pH of about 3. 

A zinc coating of .002 inch thickness on steel would be entirely dis- 
solved, at a rate of 280 mg. per Sq. dm. per day, in 13 days time. 


; 
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Tasie 54.—Zinc vs. Acid Solutions. 
Corrosion Rate—Mg. per sq. dm. per day 


Hydrochloric — 1 N Acetic —1N 
Poe Quiet. ee eee 7,500 3,250 
Air-agitated. sis paueec tha hehe 6,500 3,700 
Alternate immersion " 
Continuous ior. eee 23,000 4,500 
Intermittent 3. . .0. see oe ee 22,500 850 
Spray. (30 dave) s47.: 1. .ca eee 280 470 


A use for zinc that depends on corrodibility rather than resistance is 
in photo-engraving, particularly for newspaper work. This use is based 
on the behavior of certain organic acids, notably oleic and arabic, in yield- 
ing corrosion products on zinc plate that attract or repel ink. 


ALKALINE SOLUTIONS 


Zinc like aluminum is amphoteric, and as a result is susceptible to the 
attack of alkaline solutions in much the same manner, although not so 
actively so, as aluminum. The results of Figure 1 indicate that the zinc 
hydrate film that is protective in the neutral zone becomes soluble as the 
pH moves above 12. The chemistry- involved is reaction between zinc 
hydrate and alkali to form readily soluble zincate. The presence of oxygen 
promotes this reaction, although, in the higher hydroxide concentrations at 
least, oxygen is not necessary for rapid reaction rates. 

Aqueous ammonia corrodes zinc rather readily with the formation of a 
complex soluble hydrate of zinc and ammonia. 

Some idea of the effect of alkaline solutions is given by the data in 
Table 55.°° The duration was 48 hours following previous 48-hours 
exposure, at room temperature. 


TABLE 55.—Zinc vs. Alkaline Solutions. 
Corrosion Rate—Mg. per sq. dm. per day 


Sodium Ammonium 
Hydroxide—l1 N Hydroxide—1 N 
’ Total immersion 

Cuiet Boh auat o eeu cane erties 90 60 

fuifeagitated 52.) ee. ete ee . 170 140 
Alternate immersion 

Continutris:. 45sec on ee 1850 550 

Intermittent ..... Vinal sail hein 450 60 
Sptay~ (30 days is... as ean a eee a) <1 


These moderately strong alkaline solutions are much less actively corro- 
sive than corresponding concentrations of acids, yet with the exception of 


the spray exposure may be considered too corrosive for zinc to be useful 
with them. 
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NEUTRAL SOLUTIONS 


Of the neutral solutions distilled water is relatively high in its action 
on zinc. An idea of rates may be gained by the following data, from 
24 hour tests at room temperature on cast 99.97% zinc ®: 


Mg. .dm. 
Distilled water g. per sq. dm. per day 


Poesek SATISNENSIONANC ear fa Gass cake <5 oie oboe Saws 
IPOD IAC Peet Fee ky kik cman Voge = Wie OAs 167; 199 
Agitated with carbon dioxide ..... Se ees od 143 
PA PTEALCC ATTA GAIT Satan, wns. Sk eco aryete-s be oe ak oe 33 


Thus perhaps a fair average range of rates in distilled water would be 
30 to 200 mg. per sq. dm. per day. The specimens were pitted in these 
tests, so that actual penetration rates would tend to be higher. 

It seems generally to be the impression that distilled water is more 
corrosive to zinc than: waters carrying salts.2_ In one set of tests” metallic 
zinc was corroded from 4 to 6 times as rapidly by stagnant distilled water 
as by sea water or by 2.5% sodium chloride. 

A good example of corrosion rates for zinc submerged in a number of 
different salts of various concentrations is given in Table 56.°° The solu- 
tions were for the most part quiet, and exposed at the surface to ait. “Lhe 
specimens were submerged 2.3 in. below the surface. 


TABLE 56.—Zinc vs. Salt Solutions. 


Corrosion Rate 


Conc. grams ° Duration 
Salt per liter Temp. ° F. Days aes aa 

NOtGe cate ek as se 2s 54 64 10 

Sodium chloride .... 5-400 54 64 18-2.6 
Potassium chloride .. 5-300 54 65 18-0.9 
Potassium nitrate .... 5-100 46 189 3-1.1 
Sodium sulfate ..... 5-300 54 60 12-1.8 
Potassium sulfate .. 5-100 54 57 11-0.5 


These rates are low because of the quiet submersion condition. Evans”* 


obtained a rate of approximately 110 mg. per sq. dm. per day each for $% 
solution of potassium chloride and 13% potassium sulfate, on electrolytic 
zinc specimens partially immersed in the quiet solutions. 

A good illustration of the action of a typical, moderately corrosive salt, 
sodium chloride, and a relatively non-corrosive, special film-forming salt, 
potassium dichromate, is given by the data in Table 57.39 The tests were 
made at room temperature, for a 48-hour period following 48-hours pre- 


‘Vious exposure. 
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TaBLe 57.—Zinc.vs. Salt Solution. 


Corrosion Rate—Mg. per sq. dm. per day 
Sodium Chloride—1 N Potassium Dichromate—l N 


Total immersion ......... 
Quietie cers crn tne 23 mY 
Aif-agitated i.% fi aes 00s 65 44 
Alternate immersion ....... 
Continuous 92. 3 en ens 600 1.5 
Intermittent .......... 700 1.5 
spray (40 days) mic. vues 11.5 P| 


Aeration-agitation for salts like sodium chloride is accelerating, and alter- 
nate immersion is seen to be extremely accelerating. Spray exposure on 
the other hand is a relatively mild condition. A still further set of data ** 
covers the effect of several alkaline salts on zinc under quiet partial immer- 
sion conditions. (See Table 58.) 


TABLE 58.—Zine vs. Salt Solutions. 


Condition Mg. per sq. dm. per day 
5 hrs., 150° F. 
Sodium carbonate—.5% .........- 38 
Sodium phosphate—.5% .......... 24 


5 days, 70° F, 
Sodium hypochlorite . 
.236 grams per liter available 
chlorine ys voc tps ans oe See 21 


Submerged in 10% ammonium chloride solution for 30 days the rate of 
attack on zinc was found to be 20 to 70 mg. per sq. dm. per day.1¢ 

The rates in the foregoing paragraphs afford a fair picture of the 
order of resistance of zinc to neutral aqueous solutions, 

The effect of temperature on corrosion of zinc has already been men- 
tioned in connection with Figure 17. Confirmation of the fact that increas- 
ing temperatures cause much greater corrosion is found in the following 
results of Baylis® on the quantity of hydrogen evolved from zinc sub- 
merged in tap water. (See Table 59.) 


TABLE 59.—Zinc vs. Tap Water. 


Hydrogen gas 
Temperature in c.c. per 24 hrs. 
F, at 68° F. 
68 1.3 
198 2.2 
127 3.6 
203 120 
212 175 


Baylis® also found that the rate of hydrogen evolution dropped off 
very appreciably with time. ; 


“ 


bay a Se 
- > 4 . 
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Speller 5? has given corrosion rates, for cast zinc exposed 6 months 
in tap water at 158° F., of 16 to 33 mg. per sq. dm. per day for unaerated 
water, and 28 to 51 mg. per sq. dm. per day for aerated. 

Sheet zinc in submerged aqueous corrosion is characteristically pitted. 
This is not observed with galvanized iron, the reason being that the progress 
of localized corrosion is prevented by the underlying iron, the latter remain- 
ing substantially unattacked so long as the zinc coating is not completely 
removed from the vicinity of the bared iron. 

Evans !® has made an extremely interesting study of the inception and 
progress of attack of zinc partially immersed in aqueous solutions. Speci- 
mens held at an angle of 15° from the vertical in distilled water corroded 
with the development of vertical tracks bounded by two white lines, “sug- 
gesting that some heavy liquid was being exuded from these points and was 
descending in streams, depositing an insoluble body on either side.” 

Specimens immersed in potassium sulfate, sodium chloride, and mag- 
nesium sulfate corroded in a horizontal zone at the bottom of the specimen 
with an uncorroded zone between this and the water level. The boundary 
between these zones climbed up with time to approach the top. The speci- 
mens in addition corroded visibly at points, as in the case of distilled water, 
at lines or scratches and at points along the edges. The spots at which 
corrosion started were very fine cavities originally present in the metal 
surface, finger marks, rolling defects in the surface. 

These observations indicate clearly the extreme susceptibility of zinc 
to localized attack and to the establishment of concentration cells. 

An interesting long-time test in sea water has been made by Friend.”? 
A zine bar was included with other metals in 4-years exposure to Bristol 
(England) Channel water at such’a location that the bars were submerged 
93% of the time. The average over-all corrosion rate for zinc was 18 mg. 
per sq. dm. per day, though the surface was roughly pitted to depths of 
about .035 inch (corresponding to 45 mg. per sq. dm. per day maximum 
rate). The order of attack, both general and localized, was similar to that 
of iron and steel. : 

On the other hand—and a very important point—a galvanized iron bar 
suffered no appreciable localized attack, with traces of zinc remaining on 
the bar at the end of the test. 

The protective corrosion product that develops on zinc in sea water has 
been found ® to consist mainly of carbonate, hydroxide, and oxychloride. 

The susceptibility of zinc to localized attack in submerged exposure of 
waters and salts is sufficient to prevent the successful use of solid zinc 
under these conditions. On the other hand the freedom from localized 
attack characteristic of zinc coatings on iron and steel, combined with the 
strongly protective effect of even damaged and corroded coatings, gives 
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the coating a far greater usefulness than the behavior of zinc itself would 
suggest. 

The use of zinc-coated iron and steel pipe for carrying water is very 
common, zinc being applied both inside and out. Ordinarily the zinc 
deposits are heavy, usually about 50% as heavy on the inside as on the 
outside. In the case of buried pipe, acid and alkaline soils are more rapid 
in their attack than the neutral range of soils. Often protection is given 
the outer zinc surface by paint. 

There is a variation in corrosion rates among different types of waters 
according to the salts and gases carried in the water. In general, soft 
waters are more corrosive to zinc than waters carrying calcium salts. 
Chloride fresh waters are stated to be more corrosive than those without 
appreciable chloride. Certainly elevated temperatures and strong aeration 
and agitation are accelerating conditions. 

Just what corrosion rate ranges for zinc coatings are to be expected in 
fresh waters is rather a question. Speller,°? as already stated, gives rates 
of 15 to 50 mg. per sq. dm. per day in water at 158° F. over a six-months 
period. The rates in dilute salt solutions in quiet exposure at ordinary tem- 
perature, given already,”® run around 3 to 15 mg. per sq. dm. per day. This 
would seem a fair typical range for quiet waters at ordinary temperatures, 
with aeration an accelerating condition, and deposition of calcium carbonate 
and certain other compounds suppressing. 

Galvanized iron is commonly used in equipment handling refrigerating 
brines.°* °* To reduce the attack of unprotected iron the brine is often 
made alkaline, yet if made alkaline to the extent that the corrosion of iron 
is suppressed the brine becomes corrosive to the zinc. A pH value of 
9.5 to 10 seems the best compromise. An interesting comparison of attack 
of zinc and iron is given by the data in Table 60. The specimens were 
exposed in air-agitated brines.57 


TABLE 60.—Zine vs. Brines. 
Relative Corrosion Rates 


eee Calcium Brine Sodium Brine 
y Iron Zinc. Iron Zinc 
4 100 235 100 115 
7 100 165 100 55 
10 100 120 100 3 
12.6 100 90* 100 100* 
* Pitted. 


Foop Propucts 


Neither sheet zinc nor galvanized iron and steel are used to a great 
extent for handling food products, ‘(except where exposure is largely 


S . 
rr 


oP a a . ie rata 
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atmospheric), both because so many foodstuffs are sufficiently acid to attack 
zinc rather strongly, and because other available metals, notably tin, are 
considered less toxic than zinc, or even non-toxic. The advantage in cost 
that zinc-coated metal has is therefore of little avail in this field. The wide 
use, on the other hand, of galvanized pipe and tanks for handling household 
water supplies has already been mentioned. 

Some idea of the solubility of zinc in acid foodstuffs is given by the 
values in Table 61 for’zinc absorption in parts per million of solution 
after being held in galvanized iron pails.*® 


TABLE 61.—Zinc vs. Milk, Fruit Juice and Waters. 
Acidity, in c.c. of 


Zinc—p.p.m. 

inc—p.p.m pH Value 0.1 N acid per liter 
Qo ee: Goes oe ae COR Ce 
17hrs. 4lhrs. Start 17hrs. 41hrs. 17 hrs. 41 hrs. 

Tap water .... 5 21 ves 8.4 8.8 0 0 

Distilled water. 9 27 6.2 7.5 8.2 1 0 

Carbonated 

water ....... 193 181 52 6.4 6.9 348 96 

RIL) "oe es i oe 438 1054 1109 

Orangeade .... 530 854 4 397 533 

Lemonade ..... 1411 2700 2.6 493 366 


Milk corrodes zinc at rates of 20 to 80 mg. per sq. dm. per day under 
aeration-agitation conditions, 86° to 203° F.38 In other tests,27 in quiet 
partial immersion in various milk products, rates of 1 to 60 mg. per sq. dm. 
per day were obtained. 


Toxicity oF ZINC 


The likelihood of waters being toxic 1% 24 47, 50 54 when containing zinc 
absorbed from ordinary exposure to the galvanizing on pipes is extremely 
slight. Howard ** has observed that waters conducted through galvanized 
pipe commonly carry up to 5 parts per million zinc and rather frequently 
carry 10 to 15 parts per million. Clark 10 has reported zinc ranging from 
0 to 3 parts per million in water drawn through typical galvanized service 
pipes, less than 100 feet in length, in ordinary use, and somewhat higher 
contents in water that has stood over night. These zinc contents seem 
negligible, from the toxicity point of view, when it is considered that com- 
mon foodstuffs as found in nature may carry many times these. 

Zinc is believed to be non-cumulative in its physiological effect.™* 

After reviewing the available information on toxicity, Anderson, Rein- 


hard and Hammel,! have stated as follows: 


lete information it is difficult for a layman to 
f the importance of the zinc content of water. 
liter it is doubtful that much more than 100 


“In the absence of comp 
arrive at a true estimation oO 
Even at 40 milligrams per 
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milligrams will be ingested daily, since few people will use much more than 
24 liters (3 quarts) of water daily for drinking and in cooked food. Most 
foodstuffs contain zinc. The following menu }4 of a test meal contains 
from 225 to 275 milligrams of zinc: three-fourth yeast cake with anchovies, 
chopped olives and mayonnaise, twelve oysters (raw), oyster soup (eight 
oysters), duck-bread stuffing, applesauce, corn on the cob, wheat bran pud- 
ding, bread and butter, strawberry gelatin-whipped cream, coffee and sugar. 
No ill effects were noted from this meal. 

“The normal rate of loss of zinc from the human system amounts to 
about 3 to 20 milligrams per 24 hours with an average of about 10 milli- 
grams.14 These amounts represent those taken in normal food. There is 
every indication that were larger amounts taken in daily the loss would 
become correspondingly large and no ill effects would result. In the 
Drinker, Thompson and Marsh! experiments continued feeding of 
amounts of zinc far beyond what normal diet would involve, produced no 
ill effect on rats, cats and dogs. ; 

“On the basis of all of these considerations the writers feel safe in con- 
sidering waters containing up to 40 milligrams per liter safe for human 


consumption.” 


ATMOSPHERES 


The behavior of zinc in atmospheric exposure has been summarized by 
Hubbell and Finkeldey * as follows: 


“Like several other metals which exhibit marked resistance to corro- 
sion, in the atmosphere, bright zinc rapidly tarnishes when first exposed, 
forming a smooth tightly adherent protective film. This film is apparently 
a combination of zinc oxide, zinc carbonate and zinc hydroxide. It is not 
readily soluble in ordinary atmospheric waters nor easily destroyed by 
other atmospheric agencies. 

“The film varies in thickness depending upon the exposure conditions, 
probably reaching a maximum thickness of .0003 in. If removed or worn 
thin by abrasion, it is renewed in a few days to its original thickness. 
Some idea of the insolubility of this film in ordinary atmospheres may be 
gained from the fact that there are in Europe zinc roofs over one hundred 
years old and still giving service. However, the film is more readily 
attacked in atmospheres high in SO, and CO., which accounts for the more 
rapid destruction of zinc-coated products in the Pittsburgh district,” 


These authors have also generalized as follows in respect to the use of 
galvanized metal in atmospheric exposure: 


27 _ For all outdoor and severe indoor service use only materials heavily 
galvanized by the hot-dip process. Sheet and wire products should be 
purchased under specification to secure heavy enough coatings to give long 
life. Ali articles whose manufacture requires severe deformation should 
be galvanized after fabrication. . 

2. For semi-protected outdoor and equivalent indoor exposures, sher- 
ardized or light weight hot-dipped coatings are satisfactory. Sherardiz- 
ing 1s especially adapted to small castings, fittings, bolts and nuts. 

- For indoor exposures under normal conditions electrogalvanized 
coatings will be satisfactory. The process is used chiefly to coat small 
working parts of machines and similar apparatus requiring protection from 
rusting for their proper mechanical performance.” 


Basing their opinion on collected data, Hubbell and Finkeldey further 


have given an idea of the life in years to be expected of sheet zinc and zinc 
coatings 1n exposure to different types of atmospheres. (See Table 62.) 
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TABLE 62.—Zinc vs. Atmospheres. 


Expected Life in Years 
(ee SS SS ee ee 


Sea Semi- Heavy 
Rural Coast Industrial Industrial* 
Commercial rolled zinc 
(ge Se SP ee a 50-75 50 20-30 10-15 
Galvanized sheet 
1.25 oz. per sq. ft. of surface 30-35 20-25 15-20 8-10 
1.00 oz. per sq. ft. of surface 20-25 15 10-15 6- 8 
oz. per sq. ft. of surface 8-10 5- 8 5 s35 
.2-.3 oz. per sq. ft. of surface 3- 4 2- 3 1- 2 1 


* Compare with Figure 18. 


The rate of attack on zinc, according to tests by Vernon ® in indoor 
atmospheres, is constant after about one-day exposure, perhaps often less 
than one day. The initial rate is faster than this constant but the corrosion 
product film that first develops when freshly abraded zinc is exposed is 
protective. A visible corrosion product accumulates, granular in nature; it 
is some continuous film beneath this granular product that affords the pro- 
tection, however. 


The rate of atmospheric attack on zinc is therefore slow. In an investi- 
gation of the fundamentals of this attack, Vernon 5® determined the rate in 
outdoor London exposure, with specimens unprotected from the wash of 
rain, to be less than 1 mg. per sq. dm. per day. In one series of 100-weeks 
duration, the metal washed off with the rain water and the metal content 
of the in situ corrosion product was determined, to give the following values: 


Zinc removed by rain-water ............ 1.154 gms. 
Pe COLLOCCU AIL OF SUFI cai 6 Ga es "0 bia 0.058 gms. 
MOtaleCOLEOCEC IZING o1..1 6x4 hs ere Si eleys hiv one s« 1.212 gms. 
Gorrostonetatem mente esceci nee cscs as ieie 0.78 mg. per sq. dm. per day 


In a second series of tests at the same location, of 225-weeks duration, a 
corresponding rate of 0.97 mg. per sq. dm. per day was established. The 
latter rate represents the actual average weight loss of the specimens multi- 
plied by a factor whose value was based on the experience of the first series 
of tests, to take into account the metal carried in the in situ corrosion product. 


The in situ corrosion product in both series consisted largely of oxide, 
hydroxide and combined water, but in part of sulfide, sulfate, and carbonate. 

Hudson 26 obtained the rates in Table 63 for zinc in a year’s exposure, 
outdoors and unprotected from rain, in various atmospheres. 

Long-time tests by Patterson,* 44 42 Vernon,®® and Prost *° confirmed 
the similarity between different grades of zinc, at least insofar as weight 
change is an indication. 
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TABLE 63.—Zine vs. Atmospheres. 
Mg. per sq. dm. per day 


Electrolytic Zinc Ordinary Zinc 
Rural =i oo v0 0ia sani ec nee eee 585 575 
Suburban’ “s,s sass ion os cee ee eee 985 Ae 
Mild industrial’. 7%... s0¢.. c0snee eee 1:32 o 
Urbano .5 ok ae ee ee ee 1.88 a 
Marine x’. © cos soe aa alc eee cee 99 


The weight-loss rates for specimens of sherardized and hot-dip gal- 
vanized sheet, and of rolled zinc, in New York City atmosphere, were 
found to be 0.7 mg. per sq. dm. per day, with no important difference between 
the types.* The test period was one year. 

In a study *° of galvanized sheet carrying different thicknesses of zinc 
coatings, in exposure over a 6 to 7 year period at Pittsburgh and Altoona, 
Pa., respectively, the results of Figures 18 and 19 were obtained. 





Percentage of exposed Area Covered with Rust 
Percentage of exposed Area Covered with Rust, 


Exposure - Years Exposure - Years 


Figure 18. Galvanized Iron vs. FicureE 19. Galvanized Iron vs. 
Atmosphere at Pittsburgh, Pa. Atmosphere at Altoona, Pa. 


Assuming the 0.75 oz. per. sq. ft. sheet (1225 mg. of zine per sq. dm. of 
surface) to have a zinc layer of even thickness, the maximum corrosion 
rate in these tests corresponding toa two-year period for the first appearance 
of rust would be about 1.7 mg. per sq. dm. per day. Likewise the rate cor- 
responding to a 44-year period for total disappearance of zinc would be 
(Pittsburgh) 0.75 mg. per sq. dm. per day. The rate corresponding to the 
period to produce rust over 50% of the surface on the Pittsburgh sample 
would calculate to 1.2 mg. per sq. dm. per day. 

An interesting result, in that the exposure period was 7 years, is that of 
Friend.”8 The zinc bar was exposed on a roof in Birmingham (Eng.). The 
rate was 1.15 mg. per sq. dm. per day, “with small pinhole pitting.” 


4 
> 


ZINC AND ZINC COATINGS 171 


The effect of impurities in zinc on its resistance to atmospheric corrosion 
is almost negligible, according to the results of Patterson’s tests.4° He found 
both in moist indoor and in outdoor atmosphere a greater attack during the 
winter months due possibly to the more acid nature of moisture, and found 
that excessive humidity led to stronger corrosion. Over a 14 months 
period in outdoor London exposure zinc was corroded at a rate of just 
under 1 mg. per sq. dm. per day. 

An interesting set of observations on the appearance of high grade com- 
mercial zinc specimens after exposure for a year at various locations is 
quoted below *°: 


Pittsburgh, Pa. Light gray thin uniform adherent film 

Altoona, Pa. Light gray thin uniform adherent film 

State College, Pa. Light gray uniform adherent film 

New York City Light gray thin uniform adherent film 

Sandy Hook, N. J. Light gray uniform adherent film 

Rochester, N. Y. Light gray thin uniform adherent film 

Key West, Fla. Light gray uniform adherent film 

Phoenix, Ariz. Distinctly tarnished with areas of light gray ad- 

herent film 
La Jolla, Calif. Heavy white bulky scale of irregular thickness 


At La Jolla, high humidity and salt spray conditions prevailed. 

A very important feature of the atmospheric resistance of zinc is the 
fact that for the corrosion product to become protective in the highest degree 
a combination of alternating wet and dry exposure is best. Evans aa as 
called attention to this and cites a case where galvanized iron exposed to the 
atmosphere of the Scilly Islands was in excellent condition after 15 years, 
whereas new galvanized iron exposed at the same location began to rust 
within a year. The exposure conditions in respect to alternate damping and 
drying were possibly more favorable in the first instance to the initial develop- 
ment of good protection, but it is much more likely that the relative thickness 
of the zinc coatings was responsible for the difference. 

Cases of abnormal corrosion of zinc flashings and gutters are said to 
have been traced to the action of organic acids leached from shingles of 
redwood, oak, and cedar, or from built-up or tar roofs, or to the action of 
rain-water shed from copper roofs and flashings. The evidence is very 
doubtful however. On the other hand corrosion is known to be accelerated 
by accumulations of coal ash high in iron, nails and other tramp iron. Often, 
too, zinc-coated sheets carry a white bloom after storage, particularly in 
humid and seacoast atmospheres. This latter does not signify pronounced 
corrosion at all, in fact it would be very unusual for pronounced corrosion 
to occur in this way. 

The beneficial effect of zinc coatings on steel is shown by the results of 
fatigue tests in carbonate water exposure.*? The tests were made in a 
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7 
rotating beam type fatigue machine, run at a speed of 1750 r.p.m. for 10 
cycles (4 days). In Table 64 are the results. 


TABLE 64.—Galvanized Steel vs. Carbonate Water. 


Fatigue Value 
at 107 Cycles 
Lbs. per sq. in. 


Uncoated’ steel, in airi.s.% 00 sw s0 see stat 
Uncoated, steel, in water’... «$0 wae pateeoae i 
Electroplated steel, water ..............eee-- pops 
Sherardized. steel, water, 52-007. sone oe ee ry 
Galvanized. steel, water! . 7.5.0.) s2 ote ea ee 43, 


The poorer behavior of sherardized and galvanized specimens was believed 
due to a notch effect related to the zinc-iron alloy layers between the zinc 
coating and the steel. In other words this presumably was not due to poorer 
inherent protection against corrosion. 


Hi1GH-TEMPERATURE DETERIORATION 


Zinc has little utility at temperatures above the boiling point of water, 
since the strength of zinc is deficient in this range and the behavior of zinc 
coatings against superheated steam and oxidizing and sulfidizing gases is 
generally poor. The melting point of zinc is 786° F. Pilling and Bed- 
worth * determined that dry oxygen at slightly below this—752° F.—slowly 
oxidized zinc, forming a milk-white coating of oxide that was partially 
protective. 


ZINC 
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Chapter VIII 
Cadmium Plate 


In the field of corrosion resistance cadmium plays a limited role. Its 
use is based on the protection it gives as an electroplated coating on iron 
and steel.’° In its general effectiveness cadmium is rather like zinc.* In 
cost cadmium plate is at a definite disadvantage compared with zinc plate. 


Like zinc, cadmium behaves anodically to iron in atmospheric and neutral 
aqueous exposure. With these metals, therefore, iron where exposed at 
pores and breaks in the coating is prevented from corroding. This behavior 
contrasts with lack of protection and the definitely accelerating effect 
chromium and nickel exert on corrosion of bare iron. The anodic relation 
is necessary for reasonably successful behavior in outdoor atmospheric and 
submerged exposure since metallic coatings are characteristically porous. 
Whereas rust will “bleed” from pores in chromium or nickel plate, rusting 
is largely prevented or is at least only superficial when steel is exposed at 
small areas in the case of zinc and cadmium plate. 

Four extremely useful reports have been made on long-time atmospheric 
exposure of cadmium-plated ferrous metal. The first is that of Hocker ® in 
which he offers a critical analysis of the extensive long-time outdoor exposure 
tests of the American Society for Testing Materials.11 The behavior of 
cadmium-plated specimens is summarized in the curves in Figures 20, 21 
and 22.. 

It is interesting to see that in the more corrosive industrial atmospheres 
a year’s exposure has led to rusting of 60 to 90% of the specimen area. 
whereas in the rural (State. College) atmosphere the rusted areas have 
ranged from 4 to 12% of the surface. In the marine atmospheres behavior 
was intermediate. The same relation among the atmospheres held for zinc- 
coated specimens as well, although the damage to zinc-coated metal was 
in every case less than that of cadmium. 

Tests by Hippensteel and Borgmann’ in outdoor New York City 
exposure have supplied an idea of actual corrosion rates of cadmium plate. 
The plating was approximately .0008 in. in thickness. The corrosion rate 
over a year’s duration was 2.5 mg. per sq. dm. per day (.0004 in. per year). 


* See Gillett’s discussion of relative merits.® 
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Ficure 20. Cadmium Plate vs. 
Atmosphere. Plate thickness 0.14 to 
0.24 oz. per sq. ft. 


Percent of Exposed Area Rusted 





Figure 21. Cadmium Plate vs. 
Atmosphere. Plate thickness 0.27 to 
0.37 oz. per sq. ft. 


Percent of Exposed Area Rusted 


Figure 22. Cadmium Plate vs. 
Atmosphere. Plate thickness 0.43 to 
0.67 oz. per sq. ft. 


Percent of Exposed Area Rusted 
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The third set of very useful tests is that of Patterson? In open 
exposure in London atmosphere the corrosion rate for cadmium plate was 
1.5 mg. per sq. dm. per day for 3-month’s exposure and 4.1 mg. per sq. dm. 
per day for 9-month’s exposure, using the same specimen. Over a 76-day 
period solid cadmium gave a rate of 3.5 and cadmium plate a rate of 4.2 mg. 
per sq. dm. per day. In indoor exposure, with an average humidity of 55%, 
the rate for cadmium plate over a 90-day period was 3, over 250 days was 
1.2 mg. per sq. dm. per day. 

Finally, in outdoor tests made under the auspices of the American Society 
for Testing Materials and the American Electroplaters’ Society,’ cadmium- 
plated steel specimens were exposed 18 months with results given in Table 
65. The higher the “score” the better the behavior. 


TABLE 65.—Cadmium Plate vs. Atmosphere. 


Score 
$$ $A 
.0002 In. .0005 In. .001 In. 
Cadmium Cadmium Cadmium 
Industrial 
PHttsbur eyes Seeatcss bs 44 82 86 
New ov Otles oct ch ts ve 37 64 77 
Non-industrial 
Washington ............ 97 100 98 
Statedcollereic cent. --.02 < 100 100 100 
Marine 
Key West ...... ee 85 85 85 
Vani yy LODE. fe oe savas mie 86 93 91 


The “score” relates to per cent of surface rusted as follows: 


Per Cent of 
Score Surface Rusted 
100 0 

80 0-5 

60 5-10 
40 10-20 
20 20-50 

0 50-100 


The authors of the report felt that only the results in the industrial atmo- 
spheres were conclusive. 

The four sets of data discussed above give a fair idea of behavior to be 
expected of cadmium plate in atmospheric exposure. 

As already stated, cadmium is characteristically anodic to iron in atmo- 
spheric and aqueous exposure. That this relation is true in the atmosphere 
is recognizable from the appearance of cadmium plate following exposure. 
With respect to submerged exposure Rawdon 14 has demonstrated the fact 
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by immersing an iron:cadmium couple in 4 normal sodium chloride. | In 
48-hours exposure iron remained unrusted at distances of almost an inch 
from the cadmium, which was the limit of the test set-up. The cadmium 
on the other hand was distinctly etched. The iron area was several times 
that of the cadmium. The sacrificial corrosion of cadmium has also been 
demonstrated in an English investigation.” 

Corrosion rates in water and salt solutions are almost entirely lacking. 
Evans‘ immersed cadmium in a 1 normal solution of potassium chloride 
for 70 hours. The solution, previous to the immersion of the specimen, 
was saturated with air. The corrosion rate was 22 mg. per sq. dm. per day, 
which was of the same order as that for zinc. In other tests *° the rates 
in quiet and aerated sea water were less than 2 mg. per sq. dm. per day, in 
75-day tests, behavior being a good many times better than that of zinc. 
The latter fact is also indicated by observations of Dornauf 3 on submerged 
exposure. These results would indicate that for submerged exposure in 
neutral aqueous conditions the resistance of cadmium-plated ferrous metal 
might be to some extent useful. 

Cadmium plate is a decided protection to steel in corrosion fatigue 
exposure. Tests were run in a carbonate tap water ® on a steel with an air- 
fatigue limit of 60,500 lbs. per sq. in. The apparent fatigue limits (107 
cycles, 1750 r.p.m.) in water were as follows: 


Fatigue Limit in Water. 


Lbs. per sq. in. 
Bare .steel’. si. 9246 242 fete eee 20,000 
Cadmitri-plated steel i u.0ve 5, . eee 46,000 


The plate was .00022 in. in thickness. 

The acid resistance of cadmium is of a low order. It is well known that 
cadmium has a high over-voltage value, and therefore in air-free acid solu- 
tions corrosion would be expected to be extremely slow. In the presence of 
oxygen or other oxidizer in solution, on the other hand, cadmium is of 
poor resistance. Cadmium plate is not a useful material in acid exposure. 

With respect to alkaline solutions it is significant that cadmium, unlike 
zinc and aluminum, is not amphoteric and therefore does not suffer the 
intense attack characteristic of aluminum and zinc in moderate to strong 
caustic alkaline solutions.” ® Susceptibility of zinc to this type of attack has 
been a limitation to its use in handling brines made alkaline for the sake of 
minimizing corrosion of bare iron. Cadmium plate has an advantage in this 
field ; an example is the use of cadmium plate in laundry equipment handling 
alkaline solutions. 


Indications of behavior of cadmium coatings in exposure other than 
atmospheric are not extensive.” 18 
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Chapter IX 
Tin and Tinplate 


Corrosion resistance is the most important property accounting for the 
use of tin, both in the solid form and as a coating to other metals. Thus 
on this basis block tin pipe is used for handling beer, and solid tin is rolled 
into foil used for silvering mirrors and for wrapping confectionery, toilet 
soap, tobacco and other products. Sheet tin is used for collapsible tubes for 
dental creams and similar products. 

Tinplate, or tin-coated steel, is characterized by good appearance, light- 
ness, ductility, ease of soldering and seaming and especially for suitability 
for mass production processes. Tin plating is an old process; it was a 
thriving industry in Fifteenth Century Europe. The hot-dip plating process, 
originally used, is largely in vogue at the present time. Electrolytic deposi- 
tion of tin is practiced to a considerable extent. A further method, used 
for plating small articles like pins and clasps, is the “contact” process, in 
which the iron to be plated lies in contact with plates of zinc in a solution of 
tin salts. The tin plates out on the iron. 


Coatings of tin are used éxtensively on the heavy copper cooking kettles 
and containers used in ship galleys and hotel kitchens, and frequently on 
equipment in food-processing plants. 

Pewter is a group of alloys of tin, with varying amounts of antimony, 
lead, copper and zinc. The main virtue of pewter is appearance and resistance 
to tarnish, and it is used for table utensils. 

Tin-lead solders are in common use, the usual ratio being the half-and- 
half solder. . 

The use of tin as a corrosion-resistant metal is largely confined to resist- 
ing foodstuffs and the atmosphere. Tin-coated metal cannot handle many 
of the conditions where the resistance of solid tin is reasonably good, since 
the porosity and extreme thinness of the coating on plated metal affords, at 
best, only a temporary protection. On the other hand the process of tinning 
is a simple one and cheap. In handling foodstuffs copper itself is inclined 
to green up and perhaps discolor the product. Although a coating of tin 
on the inside of copper utensils may not be permanent its advantages more 
than compensate for the inconvenience of an occasional retinning. 
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THE TIn CAN 


Investigations on corrosion in the tin can have supplied a large body of 
information on corrosion, of general interest as well as of importance to 
the specialist on tin cans. For this reason the review that follows will be 
rather extended. 

The tin can is made of tinned sheet iron, the can being formed and 
seamed subsequent to the tinning, and of course sealed subsequent to the 
filling. Though largely continuous the tin layer characteristically carries 
scattered pores and also possible discontinuities at seams, at which the 
underlying iron is exposed. 

Iron itself is subject to sufficient corrosion by canned foodstuffs, either 
neutral or acid, that an untinned iron can would not in most cases be service- 
able. Lacquered tinless cans have been the subject of experiment, with 
good results, over several months’ time, holding beets, pumpkin and corn.?® 
As discussed in another chapter iron is corroded by neutral to acid solutions 
even in the absence of air. The corrosion goes on with hydrogen evolution 
and is more intense the more acid the solution. It is for this reason that a 
plain iron can is not satisfactory. In the presence of air or oxidizer the 
corrosion becomes more rapid. 

Tin on the other hand is very resistant to corrosion in neutral and mildly 
acid solutions in the absence of air. This is due to polarization by hydrogen, 
by which the corrosion reaction is prevented from taking place; it is on this 
foundation that the tin can is serviceable. The set of data given in Table 
66 illustrates the difference in resistance between tin and iron, separately, in 
solutions of various acids of 0.75% concentration from which air had been 
almost completely eliminated initially.®  — 


TABLE 66.—Tin and Iron vs. Air-free Acids. 
Mg. per sq. dm. per day 


Iron Tin 
STOR eee Retna ke ees p eset casas 5.1 .06 
irre Pisa a Sin soicr fe oncc ve kcacceets 3.3 04 
tit? 22 ) SR Sean er 4.0 06 
CCAP Ge eA A ADEE annie 6.1 ay) 


TABLE 67.—Tin and Iron vs. Air-free Fruits. . 
Mg. per sq. dm. per day 


Iron Tin 
Grapefruit .........--ceee eee ceecee cece 1.8 08 
Pineapple ........--- cece eee esteeeeeees 1.5 i 
Strawberries ..-...---eeeeeee sete eee 2.4 ba 
Blackberries .........-ceecescceccecees 3.4 6 
Petitiariy oo oaks wes 8 so ee A sera e's, 0r0 1.3 32 
Black sweet cherries .....-.---+-++--+: ah 4 


Red sour cherries ....-------++++-+see- 
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In Table 67 is another set of data comparing iron and tin in corrosion 
resistance, in acid food products from which air had previously been 
exhausted by boiling. The tests ran for 34 days.” 

The relative attack of tin and iron is compared further in the data 
given in Table 68. Prior to exposure air had been exhausted from the 
products. The exposure period was 12 months.’ Polarity tests revealed 
that tin was anodic to iron in each of these substances. The specimens were 


exposed independently. 


TABLE 68.—Tin and Iron vs. Air-free Food Products. 
Corrosion Rate 


Product Mg. per sq. dm. per day 
Iron Tin 
Apple— Delicious as sisted on eee oe he 1.06 .019 
“ Paragotie sas a,e ot pote eee cee 7 14 
Crab trees cus cies ereaene 87 36 
Wintesapss/.5%s senna erate meee 1.9 .048 
Sweéet non-such «<.<¢. ges <t us sae 1.4 071 
Beet— Detroit dark red oc, cies eee 4.0 1.08 
Blackberry— Oregon evergreen .............. 6.2 ‘22 
Cherry— Bauman (Mayne sae soen gence er get .071 
St: *Medard vaku-ek 208) oats ee 3.3 .074 
Napoleon ty .ni2 ake eee 2.5 ad 
Montmoreticyica.w--s - sah ete ah 095 
Blackheart)’ oy esi cc ee wale 1.4 ale 
Sand: ie oa eee one ee 2.0 103 
Cranberry» 2. cc oct paddies Gee on eee 3.9 Bs 
Deéwhereyis so 2c eas «cts 0 ne ete Oe SES 30 
Mlderbetr ys cay <40 cr owateoes ae eee 1.4 32 
Grape— Empire, Statecfute ys. Si pe 1.08 16 
Onitow yale Se ee ee 86 24 
Groth’ slip eee me eet aoe ee eet 1.4 15 
Peach— Piley. hoe ts Gat oc eee .96 017 
Elberta. x... on eee Bee eee 2.0 035 
Raspberry—->- Ranerenav icc noteccec. aly eee 2.8 .096 
RMUDAL D5 aa oe ofc teh ce sie els Pelee. te 3.0 2.1 
Strawberry— Howard 17 .................... 2.1 ear, 
Tomato— Margiobec ace. cet ohare 2.1 .061 


Although corrosion rates may vary with every product and every set 
of conditions, the three sets of data given above illustrate the typical com- 
parison between iron and tin in air free mildly acid substances. It is true 
that the resistance of iron itself to most canned foodstuffs is not sufficient 
to make the untinned can serviceable, and that the tin can with most products 
is satisfactory. 

Actual corrosion within a tin can would, in its early stages, be closely 
similar to the attack on uncoupled tin. In other words, the attack resulting 
from the presence of the minute cathodic areas at pores and fractures in 
the tin coating would be relatively immaterial until the attack of the tin 
progressed to the extent of laying bare considerable iron. 


TIN AND TINPLATE 183 


The rates given above for tin range from .01 to 1.0 mg. per sq. dm. per 
day. As an ideal and not a practical condition, an evenly distributed tin 
coating .0001 in. in thickness would in the case of evenly distributed attack 

disappear in one-half a year at a rate of 1 mg. per sq. dm. per day and in 
100 years at a rate of .01 mg. per sq. dm. per day. The presence of cathodic 
iron areas, however, greatly increases the rate of disappearance, once these 
areas become greater than mere pores and cracks. 


Briefly, then, the problem of tin can corrosion centers around the! 


facts that tin is not corroded by foodstuffs in the absence of oxidizers but 
is corroded more or less in their presence, that iron is corroded in either the 
absence or the presence of oxidizers, and that iron is cathodic to tin under 
the conditions of the tin can. A number of other influences of importance 
will be mentioned later. 

The tin can is successful where the amount or availability of the oxidizer 
that may be in the foodstuff is insufficient to strip the thin layer of tin from 
the iron. The iron exposed at imperfections in the tin coating is of such 
minute area that, cathodic as it is to the tin, it remains unattacked. Further- 
more, the sacrificial corrosion of tin in consequence of its couple with a 
minute area of iron is immaterially small. 

But products differ in their behavior in the tin can. There is the possi- 
bility even that in rare cases with some products, whose corrosive action is 
too rapid to make the canning of them practical, the polarity of the tin :iron 
couple becomes reversed, to make iron the anode. If this is in any case 
true—the authors have not seen good evidence of it—pinholing would be 
extremely rapid in the presence of oxidizer in view of the large cathodic 
area taking part in the reaction. Yet even though there may be no food- 
stuff in a tin can of such a nature that the polarity is reversed, it is a fact 
that some few products are too rapidly corrosive to make the tin can prac- 
tical for them. Such products are characterized by being very strongly 
oxidizing, the consequence being that the tin is rapidly stripped and the 
iron left bare to attack, with a springer or perforator the result. 

A good many products are reasonably satisfactory in tin cans, although 
of course the time over which the can remains unopened following the 
sealing becomes a consideration. In fact these products are border-line 
cases in the sense that unless precautions such as cool storage and first- 
grade tinned sheet are insisted upon the behavior may become unsatisfactory. 
Examples of such products are white and red cherries, plums, prunes, 
blackberries, strawberries. These products nevertheless are packed and 
distributed commercially and successfully. 

A group of products, colore 1 fruits, are oxidizing by virtue of the sub- 
stances that give them their color. These substances are reduced in the 
corrosion reaction, with the result that there is a change in color. This is 


184. CORROSION RESISTANCE OF METALS AND ALLOYS 


of course undesirable. As a preventive these products are carried in 
lacquered, or enameled, tins. The corrosion problem with these is some- 
what different from that of the unlacquered can, as will be discussed later. 

Oxidizers. Consequential corrosion of the tin can would not take 
place in the absence of oxidizer. The entire difficulty comes from the 
unavoidable presence of oxidizer. Air itself is removed by exhaustion 
methods, either by heating prior to canning or by a vacuum treatment. Air 
is exhausted to eliminate gases that lead to excessive pressure in the can 
during processing, and to remove oxygen, as a preventive of corrosion. The 
exhaust furthermore aids in the preservation of vitamin C, since vitamin 
D is destroyed by oxygen when the product is processed. The air that may 
remain after this treatment is not serious from the standpoint of cor- 
rosion, at least in the plain can; the corrosion that takes place in using up 
the oxygen from this source is not damaging. In the case of the enameled 
can effective air exhaustion is more important. 

The damaging oxidizers are those inherent in the product, such for 
instance as the anthocyanin pigments;* 18 of colored fruits and berries. 
Some products, as already stated, are so strongly oxidizing that they cannot 
be handled at all in tin cans, other products that lose their color in plain 
cans are too strongly oxidizing to be satisfactory in enameled cans, since 
the full effect of the oxidizer is concentrated at the small areas exposed at 
breaks in the enamel. 

Polarity. A good many tests in food products have demonstrated 
that, in exposure to them, iron is cathodic to tin. In fact, aside from the 
momentary reversed polarity at the time the couple is first immersed the 
only data the authors have seen which demonstrate that a foodstuff may 
produce reversed polarity as an equilibrium condition have referred to 
canned corn in the presence of air, in one test.2° It is unlikely that this 
condition is normal to canned corn, however. Kohman and Sanborn 2° have 
stated that tin was found to be cathodic to iron in some lots of dried prunes. 

On the other hand iron has assumed an anodic position in dilute hydro- 
chloric carrying stannous ions, whereas in the more concentrated range and 
in hydrochloric without added stannous ions the iron was cathodic.22 


Behavior in the dilute solutions, in which igon appears to be anodic, is given 
in Table 69. 


TaBLe 69.—Tin:Iron Couples vs. Hydrochloric Acid Containing 10 p.p.m. 
of Tin as Stannous Chloride. 


Acid Loss in Milligrams 
Strength Hours 
% Exposure No Contact Contact 
Iron Tin Iron Tin 


05 308 11.6 rR | 12.9 0.6 
10 235 23.2 3.2 47.6 0.7 
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Iron also has assumed the anodic condition in a couple where oxygen 
or hydrogen was bubbled at the tin electrode, without similar agitation at 
the iron electrode. Where gas was bubbled at both electrodes or only at 
the iron, the iron was cathodic.?® It has been reported that either electrode 
may be made cathodic by gently bubbling air around it.2!_ Finally, iron has 
been found anodic in .01 normal sulfuric acid of pH 1.81.14 It is well 
recognized, that under the conditions of the tin can, tin is normally anodic 
to iron. : 

The direction and intensity of current flow in a galvanic couple is 
largely dependent on the relative concentration and nature of the metal ions 
against the two electrodes. The rate of removal of stannous ions from the 
vicinity of corroding tin is a factor of importance to which attention has 
been called by a number of investigators.” ®& 11, 14:22 Some foodstuffs with- 
draw stannous ions from solution more rapidly than others, an effect favor- 
ing at once more rapid corrosion of the tin and a more anodic position 
towards iron. It has been observed that the building up of stannous ion 
concentration has actually caused a reversal of polarity by which iron is 
thrown anodic, in dilute hydrochloric acid solutions,?? as already noted. 

The relative overvoltage character of tin and iron has been offered as a 
factor by which tin is maintained anodic to iron.2® Tin has a notably high 
overvoltage, a fact that is important in suppressing the natural uncoupled 
corrosion of tin in the absence of air. Furthermore the high overvoltage of 
tin suppresses the corrosion of iron coupled with tin, when the iron 
is anodic to the tin. The overvoltage of tin becomes more important as 
the oxidizing capacity becomes less. It is difficult to understand the sugges- 
tion that the high overvoltage of tin is the cause of the tin being anodic to 
iron within the tin can. It does not necessarily follow that tin becomes the 
anode because it cannot function as a cathode. 

It has been demonstrated that soluble tin salts—stannous ions—suppress 
the normal corrosion of iron.® 14 2® According to the tests of Kohman and: 
Sanborn 23 the reason for this lies in the fact that stannous ions increase the 
overvoltage of iron. The effect of this on the galvanic currents of a tin :iron 
couple would be expected to be suppressive, since the cathodic activity of iron 
is lowered. It is likely that this factor becomes important in those cases 
where there is sufficient stripping of the tin to bare an area of iron that if 
cathodically active would materially hasten the anodic attack of the remain- 
ing tin. 

The exposed area of iron in a freshly packed can is extremely small. 
It is likely that where cathodic (the normal if not invariable condition) it is 
completely protected. In other words no local corrosion independent of the 
couple is likely to take place on the iron. On the other hand, if the product 
is oxidizing to the extent that tin becomes stripped over relatively large 
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areas, local action will take place on the iron long before the tin is entirely 
stripped. This local action, if the oxidizer is not used up in stripping the 
tin, will eventually manifest itself in perforation and, if little or no oxidizer 
remains, in a springer. What seems to be contradictions to this may some- 
times occur. Thus a perforation may result when little or no oxidizer 
remains. The general principle, however, is sound. 

Tin stands in a more noble position than iron in the ordinary electro- 
chemical series appearing in text books. It is well recognized, however, that 
the electrochemical behavior of metals in couple is controlled by factors that 
do not necessarily exist in the test conditions under which this series is 
obtained. As mentioned above, tin, though characteristically anodic within 
the tin can, is cathodic to iron under some conditions. It has been stated 
more than once that in atmospheric exposure tin is cathodic. Yet lacking 
definite proof of this, the rusting of tin plate in the atmosphere may fully 
as well be a case of the absence of protection from tin as the presence of 
galvanic currents in which tin acts cathodically. But tin has been shown 
cathodic to iron for instance in water * 27 and in salt solutions.” 


Effect of acidity. In acidity canned food products range from a pH of 


about 2.4 for the most acid fruits to a pH of about 7. 

It is natural to expect acidity, or hydrogen-ion concentration, to be a 
factor determining the corrosiveness of foodstuffs. Contrary to expecta- 
tions, perhaps, the fruit products of lesser acidity (pH 4 to 5) give greater 
trouble from corrosion than those of greater acidity (pH 2.4 to 3.4). 

One reason for this seems to be that there is more effective removal of tin 
ions from solution in low acidity products,* 1 a factor that promotes the 
corrosion of tin either in couple with iron or not. 

Probably the more important reason is that demonstrated by Kohman 
and Sanborn,** namely, the more anodic nature of tin, in relation to iron, 
in the more acid substance. For example the relative weight losses of tin 
ind iron samples in couple in dried prunes of a pH of 3.75, as compared 


with the losses in dried prunes to which citric was added to give a pH of 3, 
were as shown in Table 70. 


TABLE 70.—Tin and Iron vs. Dried Prunes. 


Mg., loss 
pH Tin Iron 
3725 6.5 12.2 
Ki 25.1 ae 


The greater attack on the tin and the less attack on the iron, at pH of 3, are 
the important facts in this comparison. The implication in this comparison is 
that as iron becomes bared within the can, corrosion of the iron will take 
place in the case of the more acid product only after a greater area of iron 
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becomes exposed, because of the greater protective force of the anodic tin. 
The fact that the total corrosion is greater in the more acid product may not be 
important, as suggested by the results given in the next paragraph. 

In a practical test, after about nine months cans of ordinary dehydrated 
dried prunes with a pH of 3.95 had 90% can failures, whereas, cans carrying 
the same product with citric acid added to give a pH of 3.80°suffered no 
failure.”® 

It has been found further * that the addition of 0.3% citric acid to syrups 
used in packing both black and white cherries and 0.5% acid to syrup used 
for prunes has led to a suppression of corrosion. In the case of plain cans 
the prunes were very much less corrosive, and in the case of lacquered cans 
all three products were very much less corrosive. As an example, in a 
7-month storage period 77% of the cans holding prunes became hydrogen 
swells in the case of no added acid, and none became swells with the added 
acid, both in plain and lacquered cans. The color and flavor of the contents 
were improved by the acid addition. 

It does not seem to have been demonstrated that increasing the acidity of 
a food product suppresses its oxidizing capacity, yet this would seem a 
possible contributing factor towards the lessened corrosion activity. Ferrous 
ions have been shown to be oxidized far more readily to ferric in the less 
acid concentrations of the range pH 2.41 to pH 5.04.”° 

Nevertheless it remains true that in pure acids free or nearly free of 
oxidizer, other things being equal, iron corrodes faster with increasing 
hydrogen-ion concentration. It is conceivable that insofar as tin corrodes in 
a tin:iron couple by hydrogen evolution at the iron anode, the more acid 
solution would give a more intense action. 

According to tests of Morris and Bryan, tin corroded more rapidly with 
increasing hydrogen-ion concentration, in citric acid solutions of pH 2.4 to 
pH 5.5 in the presence of air. 


Temperature. The temperature at which tin cans are stored, in the 
case of all corrosive products, becomes an important factor in behavior. 
Kohman 27 has stated that, with fruits, losses due to springers and per- 
forators increase from a negligible figure at 32° F. to a very high figure at 
97° F. An excellent comparison in behavior of cans of berries stored at 
50° F. and others at 70° F. is given in Figure 23 arranged °° from the tests 
of Kohman.?* 


Enameled Cans. Enameling the inside surface of cans prevents dis- 
coloration or decoloration of some products and prevents the unsightly 
blackening of the tin surface in the case of other sulfur-bearing products. 


~“N 
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The coloring matter in many fruit products that may be affected is nen: 
ing to the extent that it enters the cathodic corrosion reaction. It is in i s 
reaction that their change in color takes place. It has been observed t at 
products that have become decolored in the can regain their color when again 
exposed to the air.1® 29 
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Ficure 23. Failures Due to Hydrogen Swells and Per- 
forations in Storing Canned Fruits. 


Where tin is exposed at ruptures or imperfections in the enamel obviously 
corrosion will take place. It is common experience. that enameled cans are 
more susceptible to destructive corrosion than plain cans,2” 2° the reason being 
that the full oxidizing capacity of the contents is concentrated in its effect at 
the breaks in the enamel. Whereas, in a plain can the oxidizer may largely 
be used up before the tin is stripped, in the enameled can this is much less 
likely in view of the small area of tin to be stripped. 

Kohman and Sanborn *4 believe that tin in an enameled can corrodes 
faster because iron, being in larger area relative to the tin than jn the case 
of a plain can, is more effectively cathodic. In other words, the galvanic cor- 
rosion of tin is more severe because it is concentrated on a lessened area of tin. 
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They also point out that in an enameled can the tin ions are in less quantity 
and consequently their inhibitive effect on iron corrosion is less. 

Once the tin is stripped at breaks in the enamel corrosion of the iron takes 
place, both with hydrogen evolution and—if oxidizer remains—without 
important hydrogen evolution. It has been recorded 18 that in the case 
of apples with oxygen in plain cans the oxygen disappears quickly and 
the hydrogen is slow to form. Yet in enameled cans the oxygen is slow to 
go and then the hydrogen forms rapidly. This is of course what would be 
expected. 

Enameled cans, as stated, are more likely to suffer destructive corrosion 
than plain cans.* The corrosion may lead either to a springer or a per- 
forator. Kohman and Sanborn 2° have observed that the action of fruits 
in enameled cans is localized, and frequently the can becomes perforated 
without sufficient hydrogen being formed to destroy the vacuum in the 
can. This is characteristic, they say, of low-acid fruits, whereas high-acid 
fruits in enameled cans generally cause losses by bulging the can end rather 
than perforating. 

It should be kept in mind of course that enameled cans are widely and 
satisfactorily used in spite of occasional failures with some products. 


Tin pickup and toxicity. It is now generally agreed among those 
who have gone into the matter that tin as it occurs in foodstuffs is physio- 
logically inactive. It would be a difficult matter to get representative figures 
showing to what extent tin occurs in canned foods at the present time, since 
tin determinations by regulatory officials and others are infrequent. 

A set of data from Kohman, quoted by Morris and Bryan,” has given 
the quantities of tin in the can contents given in Table 71. 


TABLE 71.—Tin Pick-up in the Can. 
P. p.m. 
14-5 Months 103-13 Months 
Max. Min. Max. Min. 


2) Gon TEST sags ee ee 97 75 220 154 
EO 8 Aa OS pee er ae en 13 3 — — 
IAG Mee Sere gif nies. fed <'ck ow wb’ 44 9 26 12 
aRISE DIUM, gk As Suck ac Sx Sal sates vis o's 705s 82 31 476 44 
I GMIEPEOOR Paras ae ole eh Ws. <e 0's /aus sg «Gia ds 175 42 148 58 
{UL GS Aa oe eee ee 166 34 203 27 


Inhibitors and accelerators. Mention has already been made of the 
effect of tin ions in increasing the overvoltage of iron and so suppressing 
hydrogen evolution from iron either uncoupled or coupled with tin. Mention 


* An exception is sauerkraut, in which hydrogen springers occur more rapidly in plain cans than 
in enameled. 


—— 
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has also been made of the withdrawal of tin ions from solution by sub- 
stances in food products, and the consequent greater attack of tin. There 
has been observed 22 an increased corrosion of tin brought about by apple 
pomace, egg white, casein, gelatin, crushed peanuts, crushed almonds, 
crushed prune kernels. 


The effect of the addition of apple pomace to acids on the corrosion of 
‘ron and tin is covered in the data given in Table 72.22 Air was exhausted 


from the substances by boiling before testing and the specimens were exposed 
210 hours at room temperature. 


TABLE. 72.—Tin:Iron Couples vs. Acids. 


eo ee ee a 
Corrosion Rate—Mg. per sq. dm. per day 








Iron Tin 
Substance Real 
Alone in varie, In Contact hye in ere Toe, eee 
Bottle No Contact with Tin Bottle No Contact| Wt8 4ron 
Citric acid 
Without pomace.}| 26 3.9 1.8 aS 5f 62 
With pomace ... 2.4 2.8 62 WW 80 4.6 
Malic acid 
Without pomace.} 12 yp 25 68 63 A 
With pomace ... 22 2.3 97 .68 63 21 
Acetic acid 
Without pomace.} 11 5D 7.6 93 63 .06 
With pomace ... 2.9 3.0 5.8 ll oe 66 
Malonic acid 
Without pomace.}| 34 6.4 13 74 63 49 
With pomace ... 2.9 3.3 2.9 i | ai 1.6 
Succinic acid 
Without pomace.| 16 5.8 11 .60 ad) ll 
With pomace ... 2.2 2.2 1.6 .22 AY; 5h 








The pomace suppressed the corrosion of iron 2!on., .uca as the tin ions 
did. In the tests where iron and tin specimens were uncoupled in the same - 
containers there was a time lapse following the start of the test before the 
tin-ion concentration had built up, 80 that tin ions alone may have been 
a more effective inhibitor than pomace alone. In the presence of both tin 
ions and pomace the inhibitive effect of the two was not cumulative. Pomace 
had a variable effect on tin alone, but was strongly accelerating in every 
case with ‘coupled tin and correspondingly inhibitive with coupled iron. 

In .5% citric acid the addition of 15 to 50 parts per million of tin ions 


(as citrate) lessened the corrosion of iron to a rate one-third to one- 
seventh of what it was without the tin ions.?9 
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Morris and Bryan** have considered extensively the question of 
inhibitors and accelerators, and have called attention particularly to the 
effect that sulfide-sulfur compounds have in throwing iron much less 
cathodic if not actually anodic to tin. 


Containers Ordinarily Used for Food Products. Table 73, prepared 
by the Research Department of the American Can Company, lists the con- 
tainers ordinarily used with different foodstuffs. The table carries as well 
the approximate pH value of each product. 


“Two types of enamel are in common use, both a golden yellow 
One type (sanitary enamel) is used to prevent the bleaching of red 
fruits and also to protect the tin coating. The other (C-enamel) is 
used to prevent discoloration of the contents and the staining of the 
inside of the can such as occurs with some vegetable and meat products 
when packed in plain cans. Some foods contain sulphur and under heat 
this sulphur discolors the tin plate for the same reason that it discolors 
a spoon left in contact with a cooked egg. The stain is harmless but 
unattractive.” 


TABLE 73.—Containers Ordinarily Used. 


Containers ordinarily 


Product Approx. pH ae 

Acid Fruits and Vegetables (Sanitary Enamel) 
Apple Butter... ....---ces-edereesedeerers oa Plain 
Applesauce ...-+-+eeeceeseeeceeeesseees ee 3.4 Plain 
Apples... 0. sccer-cscecccoceccccoosecnsss 3.3 Plain 
Apricots - 25. 20t+esvees cote ceessecenccs ses 3.2 Plain 
oe Co BO ee oe SF Sanitary Enamel 
Blackberries .....--e+-seeeeeeseeeeeetees So3 Sanitary Enamel 
Blueberries ...-----eececeeeeceereresseees 3.7 Plain 
Cherries, (except Royal Anne) .....-.---- 3.4-3.8 Sanitary Enamel 
Cherries, Royal Anne .....-.+e+seseeeeers 3.8 Plain and Sau, Enamel 
Dranerries (cdc - es sec ave cnc ces cveseer ss 2.6 Scuitary Enamel 
Cranberry Sauce .....---:seseererreeeree 2.0 Sanitary Enamel 
ee RA CO Cn eae ee 3.0 Plain 
(Chive bg ether hich te pagan eee eR 3.0 Plain 
Grapefruit Juice ....-.- ee ain kote SR nagar Oe aie 3.4 Plain 
Orange: Juice <...--.-qe---se ee ees seeee 3.6 Plain 
Pepi leg De sein nnd os =< 5 = 20's ss 0 o> oe se 3.9 Plain and San. Enamel 
Picwiese DOUL vine ws nas egos cate ns tose es bree 3.5 Plain and San. Enamel 
Pumpkin ...-5.5-Fee cess hoes eee c eee nees 5.0 Sanitary and C-Enamel 
Prunes, Pureed ......--.-eeeeeeeereerees 4.0 Sanitary Enamel 
PEMIENTOS oso se Feo nese sees eet eet es 4.7-5.1 Plain 
eat ee eee ei cess dn a as es ow vee tee ees 35 Plain 
etm Tse, Saray « BXb ens wmatin wee so 80 Fs 3.9 Plain 
Raspberries ......--eeeeesecsceeeeeercrees 3.6 Sanitary Enamel 
ATI Ss Ahora a odeieks do ge veletse renee 3.2 Sanitary Enamel 
GSoserkcraut vce oe one Sele sees e ese ences ese 3.64.1 Plain and San. Enamel 
Strawberries .....-..scccceeesecreeeseeces 3.4 Sanitary Enamel 
Paiaties ans ciekb es ceed vee sats o> owereces 4.2-4.5 Plain and San. Enamel 
TormatO. JUICE 625.222 ce- center cccreesccss 4.2-4.5 Plain and San. Enamel 
Tomato Soup ....---ccccssecccceress ft Sr 4.7-5.3 Plain 


Tomato Pulp .......seeeeereeeeeeeseeeees 4.2-4.5 Plain 
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Non-Acid and/or Sulfur-bearing Products (C-enamel) 
Asparagus, White 2: «:.0« A snuve~? <r eee 5.6 Plain and C-Enamel 
Asparagis, (Green! aa cea. vias anda edtele 5.6 Plain 
ATLICHORES! e howl se ye ima a ee arrears varies Plain 
Beats, Greeti cd. ciwecre was oiaiintag eh ws Shs: Plain 
Beans? aWax-s. : deectn> sito cle ce ere 5.3 Plain 
Means SLAMS Wis as wd vont aes tee 5.9 Plain and C-Enamel 
Beans’: Kidney: 5.00. tock eee tere 5.8 Plain and C-Enamel 
Béans. pork and beans seer cee 4.6-5.2 Plain 
Garrots s: b.057 pooeea rs cee ae Ce ee 5.0 Plain San. and C-enamel 
COTO loons e Leet ERS me ee a eee 6.3 C-Enamel 
Rigs oh cl iatncnt sae ke ee eee 4.9 Plain and C-Enamel 
Hominy Ley is sc oy ce setae vad eee 7.0 Plain and C-Enamel 
OMT a. Hatony Paks ashe cote s Oa 4.9 Plain 
COHIONS B4amchit es US ee ee 53 C-Enamel 
POAT eo heck Shee e cuts CFE dCi eso Ee 6.2 Plain and C-Enamel 
Potatoes, “Sweet +... ays0ks eestor ee 5.4 Plain and C-Enamel 
Potatoes, Whitele.’.. -.8. oc. cseeeeee wed 5.9-6.2 Plain 
Bpagchettive. J. desta taenwe ere eee Tee 4.8-5.4 Plain 
SSPAIACKIS While as oss « dscecnatn vs eee eernitig Mee ae 6.2 Plain 
SHCCOLASTL Sas pin e'c.c-6 tu eles cates nk eae ee 6.0 C-Enamel 
Turnip: Greens <.. 2.20.45). cc. eet ee 6.2 Plain 

Marine Products 
Clam S95 ue s.iec ns 2 me Ria era ee ee 6.6-6.8 C-Enamel 
Slam UCakes- 3. nie; Se ape 1 eee ae 6.4 C-Enamel 
lan Chowder i ncy ese oe a ee 6.2-6.5 C-Enamel 
Clams firice’s, 258.5 ot ene eee ae 6.6-6.8 C-Enamel 
Cinmy,~4taced:.. 7. see ee, eee 6.6-6.8 C-Enamel 
tarab$./ Plain ts... % cae ween ee 6.9-7.7 C-Enamel 
TSODSEEE ee a. Poa cs Vee tee ines ee 6.6-6.8 Plain and C-Enamel 
Oy stefial nich etccch eae hoe ee ee d 6.6 Plain and C-Enamel 
SIA LEHOM See yar e's Rctcls pacha ye eee ieee * -G1-AA Plain 
OPT has Gee ares vee a, ae 6.8-7.0 C-Enamel 
FELINE. 75 ay <sla ah coas we SSR Reo ee eee s 6.0 Plain 
Meat Products 

Béet> Corned 6:6. 6. oe a eee ee ~ 6.2-6.3 Plain 
Chicken, Deviled: <5... 425 +. ee 6.3 Plain and Enamel 
Chicken, Whole, Half, Sliced ............ 6.0-6.3 Plain and Enamel 
ChilivCon Carne si. eh eee 4.7-6.0 Plain and Enamel 
Frankefurtets (ass ore or er eee 6.3 Plain 
Ham, Deviled 6.2% “an hee eee 6.3 Plain 
Ham, Spiced ears. dco ee eee 6.3 Plain 
Ham, | Whole: ieee oe ae ee 6.3 Plain 
Satsagé,: Vieng Vite chee ee 5.9-6.3 Plain 
Tamales~. 4 2..int > hari eee varies Plain 
Tongue, Lunch) 350.8 Lee 5.8-6.0 Plain and Enamel 
A¥IP@2 sow vc usce vee ceca Ouse 6.2 Plain 
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AcIps 


Briefly, tin is inherently only moderately resistant to ordinary acid solu- 
tions in the presence of air. Rates of corrosion are such that though block 
tin might often give a reasonably good life, a tin coating would rapidly 
disappear—typically in a very few days of continuous exposure. In the 
absence of air in dilute acids, however, tin is very resistant, such that a tin 
coating will persist over a year and more of continuous exposure. This 
latter subject has already been discussed in the paragraphs on the tin can. 

The reason for the good behavior of tin in air-free, dilute acids lies in its 
high overvoltage. It becomes polarized by hydrogen on first exposure, this 
hydrogen preventing the flow of the currents that must accompany cor- 
rosion and thereby actually prohibiting further corrosion. Oxidizers in the 
acid, either as dissolved oxygen or as some other substance, will depolarize 
the hydrogen and allow corrosion to proceed. 

Quantitative expression of the acid attack of tin will be given in the 
data following. It will be seen that acid solutions of low air content or of 
virtually no air content corrode tin at rates of 3 to <1 mg. per sq. dm. per 
day. If the acid is in moderately concentrated solution, though airfree, the 
rates become much higher. The reason for this is that the force of the 
reaction by which the hydrogen plates out becomes great enough, with 
increasing hydrogen-ion concentration, actually to evolve hydrogen. The 
polarization by hydrogen, consequently, will no longer prevent further 
corrosion. 

Furthermore where the solutions become aerated or, like nitric, are 
otherwise oxidizing the rates are more on the order of 500 mg. per sq. dm. 
per day. Elevated temperatures are normally accelerating. 

In Table 74 are figures which point out clearly the accelerating effect, 
on the corrosion of tin, of dissolved oxygen. In one set of tests the acids 


TABLE 74.—Tin vs. Acids. 


Acid Conc. Mg. per sq. dm. per day 
Jo Hydrogen Gas Oxygen Gas 
tek 5 OO Oe ee eee 3 630 640 
PIVOPOCHIONIC gas. -dndws es ches se eles 6 60 11,100 
Ln A SASS SORE, OLE 6 35 4,300 
eT erent, ict cae cr ashely Seo hie See oo 68 6 15 2,300 


were saturated with hydrogen gas, and in the other with oxygen. The 
solutions were moderately concentrated and consequently sufficiently higt 
in acid that even when oxygen-free they were corrosive.** It is to be noted 
that in the case of nitric, oxygen did not increase corrosion, the reason of 
course being that nitric acid itself is oxidizing. 

The data in Table 75 were obtained in tests in which tin specimens were 
partially immersed in quiet acids held in sealed containers. The degree of 
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TABLE 75.—Tin vs. Acids. 


, . Mg. per sq. 

Acid sone Duration 4? ta 
Hydrochloric—1% © ......-.0csaeeces 70 5 days 50 
Sulfuric 190s °. Coste une uae ee eae 70 ‘ 15 
Acete—e1 Gi ie be oe ee ee ees 70 ‘ 13 
Citric 0.296. oan aeatews ne tis peas 70 18 
aetio—1% - ses ee dels ae ae 70 18 
BistyriGes 1%! 2) 08 an cae ee eee 70 rT 
Lactic——1%. Ane Sng Aa ae 145 5 hours 96 
Butyric-31% a. kts Pw ee eviews 145 * - 


aeration was consequently low. The acids, with the exception of butyric, 

were probably strong enough to cause some hydrogen evolution.1® 
Hydrochloric and sulfuric acid solutions that had been air-exhausted 

prior to test gave the results in Table 76. The tests were made at 68° F.?? 


TABLE 76.—Tin vs. Air-free Acids. 


Cone. Hours Mg. per sq dm. per day 
Jo Exposure Sulfuric Hydrochloric 
20 1 290 190 
10. 1 36 72 
5 1 48 36 
1 1 24 36 
1 10 10.8 6 
5 10 14.4 10.8 
a 10 13.2 rf! 
.05 10 8.4 14.4 


It is to be noted that in concentrations as low as .05% the action was 
marked. Most if not virtually all of the corrosion was accompanied by 
hydrogen evolution, assuming that air was effectively exhausted and that 
the removal of hydrogen gas from the surface by dissolving in the acid 
was relatively slight. 

It has already been stated that essentially air-free acids in dilute to very 
dilute solutions are only faintly corrosive. An illustration of this fact 
is given by tests 2° of 28-days duration in air-free .5% citric acid solution 
of pH of 2.41 and the same solution buffered with sodium citrate to various 
pH values up to a pH of 5.5 The rates were .2 mg. per sq. dm. per day 
or less. These same solutions in the presence of a limited supply of air 
gave rates of 10 to 15 mg. per sq. dm. per day. 

Likewise rates in 210-hour tests 2? in air-exhausted 0.7 5% malic acid, 
and other acids of equivalent strength, at room temperature, were as shown 
in Table 77. The exposure period was 210 hours. 
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TABLE 77.—Tin vs. Air-free Acids. 


Mg. per sq. 
dm. per day 
MSstriene een. Sarde cee kcie es 5 
I EL Tos at Seg tc a ne ee 68 
PNCET CI OE Secs Feb buses ots 93 
IMaloniC mer sur ctiateas tose rotor cee 74 
Batirermingere ie ae ha ea ree, oak .60 


An important point in considering the effect of dilute air-free acids on 
tin is the influence of tin compounds in the solution towards suppressing 
attack. This has been mentioned earlier in connection with corrosion of 
the tin can, yet at this point expression of the principle is useful. In one 
set of tests hydrochloric acid solutions were used, in the other hydrochloric 
acid with an added 10 parts per million stannous ion. In all tests the acid 
was air-exhausted.2? (See Table 78.) 


TABLE 78.—Tin vs. Hydrochloric Acid. 


Without Stannous Ion With Stannous Ion 
Hydrochloric Rare ai ar aa OS ae ees 
Conc. % Duration Mg. per sq. Duration Mg. per sq. 
Hours dm. per day Hours dm. per day 
20 1 190 1 275 
5 1 36 1 36 
1 1 36 1 12 
25 139 io 
10 10 ¥ Lae 235 1.6 
05 10 14.4 308 1.0 


In the case of the more dilute solutions the presence of the stannous ions 
makes the difference between quite appreciable corrosion and negligible cor- 
rosion. Translated into terms of tin can corrosion it would be the difference 
between rapidly destructive corrosion and permissible corrosion. The ques- 
tion is an important one in view of the fact that stannous ions, no matter how 
slight the corrosion, are introduced into the solution in the diffusion layer 
against the metal. If for any reason the stannous ions are effectively 
removed, as by stirring or, as in a tin can, by absorption by the foodstuff, 
the suppressing effect is not felt. 

In interpreting the tests quoted immediately above, the fact should not 
be overlooked that corrosion in the acid to which stannous ions were not 
previously added was in itself introducing stannous ions; their concentra- 
tion, however, could not have built up to the full suppressive effect of the 
other acid. 

Strongly acid solutions, as already stated, will corrode tin even in the 
absence of air. Corrosion with these is accompanied by hydrogen evolution, 
the tendency to corrode being greater than the counteracting force of over- 
voltage. Thus in the absence of oxygen 84 4 6% hydrochloric acid solution 
(very strong acid) gave a rate of 550 mg. per sq. dm. per day, and a 6% acetic 
acid (a weak acid) a rate of 14 mg. per sq. dm. per day. 
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A .5% air-free citric acid solution, having a pH of 2.4, failed to be 
corrosive.2® One of the more significant sets of tests indicating the boundary 
between the acidity range that is not corrosive, because of the preventive 
effect of overvoltage, and the range where the corroding tendency is power- 
ful enough to overcome overvoltage, is that of Culpepper and Moon.® 
These investigators held various acid solutions, from which air had 
previously been exhausted, in tin cans for a year, the solutions ranging from 
a pH of 3.56 toa pH of 0.79, as follows: 


pH range 

o Oxalie®, 2a aa eee 2.96-0.79 
Citries 2: eee eee 3.44-1.81 
Maliew. 6 orice te ere ce iene 3.42-1.57 
Tartari¢ as. 4 cise Crete: 3.56-1.57 


Within the pH range of 1.80 to 1.60 the oxalic, malic and tartaric solutions 
passed from a condition of being non-corrosive or only very slightly cor- 
rosive, to one of very definite corrosiveness. In the more dilute range the 
cans did not suffer failure, in the more concentrated the cans did fail. The 
cans holding citric did not fail, but with this acid the pH values did. not 
enter the range shown to be corrosive in the other acids. Of course the 
presence of tin:iron couples and of tin ions introduced complications of an 
indeterminate nature, yet the results are of some significance. 


Foop Propucts OTHER THAN IN THE TIN CAN 


It already has been pointed out that acid solutions in the free presence 
of air are mildly to severely corrosive. Food products, even though many 
of them are acid, are handled to some extent in tin or tin coated 
equipment. One example of this is the common heavily tin-coated milk 
can and the tin-coated copper tubing of dairy equipment. Another 
example is the heavily tin-coated copper cooking utensils used in the 
galleys of ships and in hotel kitchens. The heat transfer efficiency of 
these is good, thanks to the copper. The tin on the inside surface of the 
utensils is a preventive of the greening and discoloration that result from 
copper with many foodstuffs. 

Milk, though a distinctly acid product, has only slight action on tin, 
even when the milk is strongly aerated. For instance, specimens of block 
tin exposed on the tubes of a surface cooler handling sweet milk were 
affected as shown in Table 79.16 


TABLE 79.—Tin vs. Milk (Surface C ooler), 


Temp. Mg. per sq. 
neh dm. per day 
143 3-0 

79 3.8-3 
63 3.1-1.5 
43 3.1-1.5 


TIN AND TINPLATE 197 


In another case the maximum corrosion rate of four specimens exposed 
to agitated milk for 30 minutes at 167° F. was 8 mg. per sq. dm. per day.*4 

Hunziker and co-workers obtained the data in Table 80 from partial 
immersion tests in sealed containers: 


TaBLe 80.—Tin vs. Quiet Milk. 


Product Temp. Duration Mg. per sq. 
F, dm. per day 
Reet ri ca ae ort tyiedan clin «9.0 70 5 days 1:5 
145 5 hours 6.7 
MMMIER TINIE tee ee wat Poe Pas 0 oe 98 5 days 2.4 
70 2 days 1.1 
Siweetecream tthe s-5 45 pe8 <8 70 5 days 17 
145 5 hours 11 
SGHPLCT OAT os cates ot calc «> oan 70 5 days 61 
145 5 hours 6.7 
Sour neutralized cream ........- 145 5 hours 11 


Tin exposed in evaporators, at 140° to 148° F. and 25 in. vacuum, 
producing evaporated and condensed milk respectively, corroded at the 
rates in Table 81 :16 


TaBLe 81.—Tin vs. Milk (Evaporator). 
Mg. per sq. dm. per day 


Location Evaporated Milk Condensed Mitk 
PADOVEMIGUIC BULIACE. cave be tee ea cde cs see. <0) <2 
PREM IMIS SUITTACE Oc tric wig on inctenis « a'a.e pie sis Wh <5 
Mela wi SUL TACE fae so aos aes soe Veaee <9 a 


The action on tin of fruit juices in the free presence of air is perhaps 
greater than that of milk. A range of rates from 1 to 25 mg. per sq. dm. 
per day is probably typical for tin in quiet and mildly aerated f ruit juices at 
‘room temperature. ; 

Hot fruit juices, on the other hand, are strongly corrosive, as indicated 
by the data in Table 82.2° The specimens were exposed in the boiling juices 
for 24 hours. 


TABLE 82.—Tin vs. Boiling Fruit Juices. 


Mg. per sq. 

dm. per day 
Tomato juice (10 hours) ......+---+++++s 220 
Apple juice .....-.seeeeeeee cere cnet eeeers 350 
Lemon juice .......cceeseeseesteccesenees 128 
300 


Red grape juice ....--eeeeeeee cece eeeeees 
ALKALINE SOLUTIONS 


Tin has fair to poor resistance against caustic alkaline solutions. Like 
aluminum, tin forms double compounds with alkalies; though the reaction 
is not nearly so rapid as in the case of aluminum, tin is not suitable for 
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handling these. Mantell 7° has stated that tin is readily attacked by alkaline 
cosmetic pastes. Tests by Hale and Foster }* have given the data in Table 
83; the specimens were quietly submerged in 0.8% sodium hydroxide 
at 68° F, 

TABLE 83.—Tin vs. Sodium Hydro-xide. 


Duration of Mg. per sq. 
exposure dm. per day 

7 days 43 

Lon i 18 


Watts and Whipple ** found corrosion of the same order by 4% sodium 
hydroxide at 98° F. in 45-days exposure. 

Dilute aqueous ammonia, it appears, is not corrosive to tin. A .7% 
solution failed to attack tin at room temperature over a 28-day period.1% 
Other than this result no data seem to be available. 


SALT SOLUTIONS 


Salts whose solutions are acid in reaction attack tin in the presence of 
air or other oxidizer. Strongly oxidizing salts like ferric chloride are rapidly 
corrosive ; salts like aluminum chloride are strongly corrosive when aerated, 
less so when of low aeration. 

Neutral and mildly alkaline reacting salt solutions are moderately low 
in corrosive action on tin. A number of rates are given in Table 84,38 
covering quiet submersion at 68° F. 


TABLE 84.—Tin vs. Salt Solutions. 


Salt Solution g. per sq. dm. per day 


7 days 28 days 
Sodium chloride—1.3% ............. halk Weak tacts <14 ZA 
Magnesium chloride—0.9% ..................... 23 3.6 
Calcium chloride+1.19% > 1 ye 2 ee 19 eM 
Sodium carbonate—1.0% ...... ohm patra Some ae 1.4 < 0.4 


Though block tin would be serviceable under such conditions, tinplate would 
be expected to be short lived when it is considered that a rate of 1 mg. per 
sq. dm. per day corresponds to a penetration rate of .0002 in. per year. 


Tasie 85.—Tin vs. Alkaline Solutions, 


Mg. per sq. 
Added Alkali din AP ae 
Sodium phosphate—0.1% ................. 8 
" 5 — SG kina ee ee 2.5 
Sodium carbonate—0.1% ................. 9 
s “ 5% ee oe ee 2.1 
Sodium hydroxide—0.1% ................. 42 
= " D5%: oc or Cake). eee 0 
Calcium iP —O.1% Fi Fer 4.0 
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In Table 85 are rates in a very dilute hypochlorite solution carrying 255 
parts per million available chlorine, with additions of alkalies ;32 the tests 
ran for 25 days at ordinary temperature. These rates in very dilute hypo- 


chlorite are low to negligible. Alkaline hypochlorite solutions of moderate 
concentrations are rapidly corrosive to tin. 


WATERS 


The good resistance of tin to waters is responsible for certain uses. One 
of these is in equipment handling distilled water. The rate of metal absorp- 
tion from solid tin lining and tubing is very low, perhaps as low as for 
any metal. The structural limitations of tin prevent full appreciation of 
this resistance. 

Tin exposed 4 years to sea water, with total submersion 93% of the 
time, was tarnished and pitted in spots to a depth of .020 inch (25 mg. per 
sq. dm. per day).7° Tinned copper hung in the hot end of a condenser 
handling Hudson River water of low velocity and at temperatures up to 
200° F., had lost much of the tin coating in a month’s time.1® 

Carbonated water is stated to have practically no corrosive action on 
tn: 


ATMOSPHERE 


Tin is one of the more resistant metals against the atmosphere; it is rea- 
sonably resistant to tarnishing. This is true of industrial as well as of 
ordinary atmospheres. Yet in sea atmospheres corrosion may be fairly 
active, with development of encrusted salts.8 This non-tarnishing property 
is not widely important, however, since in sheet form tin is too expensive 
and too low in strength to make it useful as a roofing or decorative material, 
and the lack of permanency that is characteristic of tin plate in common with 
many other plated materials prevents it from being useful when unprotected 
by paints. Painted tin plate is used to a limited extent, however ; Terne plate, 
in which the plate is an alloy of lead and tin is a very commonly used material. 


Hi1GH-TEMPERATURE GASES 


Lack of tenacity limits the usefulness of tin to below about 400° F., 
even though oxidization rates up to this point are negligible. An exception 
is the use of fusible pure tin plugs for boilers, whose function is to melt 
when the boiler becomes overheated, and thus release the pressure. Cases 
of corrosion and oxidation of these plugs in use in such a way that they 
become infusible have been studied.* ® 12 This condition was found to be 
related to a too-high impurity content of zinc and to attack of water that 
had infiltrated from the boiler to the fire end of the plug. 
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Chapter X 
Lead 


Corrosion resistance,”® is the most important factor in the industrial 
use of metallic lead ; the satisfaction given by lead cable sheathing, piping, 
roofing, and acid-handling equipment depends on this property, together 
with low cost and workability. Certain other uses are based on the low 
melting point or the high specific gravity of lead. The comparatively low 
structural strength and softness of lead, advantageous for some purposes, 
prevent even wider application in the sphere of corrosion resistance. 

In this country lead is furnished in several varieties. ‘Chemical’ lead 
is a relatively pure product, and is often spoken of as “soft lead”; it carries 
less than 0.1% of other metals, mainly copper. “Hard” lead, in which up to 
15% antimony is the hardener, is used to a considerable extent where 
a stronger material than “soft” lead is desired. Hard lead under a few 


corrosive conditions only is less resistant than the purer grade. Other . 


hardeners than antimony are sometimes used, such as calcium, cadmium, and 
tin. Lead with .06-.08% tellurium is a commercial product with greater 
strength and fatigue resistance than ordinary lead.4® 47 Cable sheathing, a 
very large use for lead, is made commonly of 1% antimony lead, or 3% tin 
lead, sometimes of soft lead, and recently to some extent a lead carrying a 
few hundredths of 1% of calcium as a strengthener. 

Soft solders consist of lead and tin in varying proportions, usually about 


half-and-half. Lead further is a constituent in greater or lesser degree in 
friction bearing alloys. 


CoRROSION RESISTANCE—GENERAL 


Elemental lead is one of the metals that easily replaces hydrogen in 
aqueous solution, behaving in this respect more like iron than like copper. 
As a corollary the reactivity of lead in aqueous solutions is inherently rather 
pronounced. That lead has a commercial degree of corrosion resistance in 
many types of aqueous solution is due to the suppression of its natural 
reactivity by the development of protective films of corrosion products. So 
effective are these films at times that the actual equilibrium corrosion r 
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of lead may be very low, as in exposure to dilute sulfuric acid solutions or 
to the atmosphere. A good example of the permanence of lead is the 
case of lead water pipe dug up in Italy after burial for nineteen centuries. 

The chemistry of the corrosion of lead by aqueous solution, therefore, 
involves the problem of the relative solubilities of lead compounds and the 
physical characteristics of the compounds as they exist in the solid state. 
Since it has not been customary in corrosion investigation to approach the 
subject through analyzing the chemistry and physico-chemistry of the cor- 
rosion products, the present-day knowledge of the resistance and corrodi- 
bility of lead consists largely of empirical data. There appears, however, a 
definite relation between service behavior and certain items in the solubility 
values listed below. The figures in Table 86 represent solubility in parts 
per 100 parts of water. 


- 


TABLE 86.—Solubility of Lead Compounds. 


Solubility Solubility 
PARI AROUE tes coc is atk heats ¢ 0:4 Mery menee iraiat@a. .5.2.00 canes. ss .00016 
MGAT MUA LC oes an SPs nis oxi 05 NERO Piet XIE Maden: yn 't ya 00'S 41b s.r Very low 
Re ORIG Ba tatire ptrdct’s Stas ai (670 t iden hydrous Banus oasace Very low 
DIEEAINACO MES oak rm Salvo alg s VelyuOW me E HOSDRAE hase so 25 sn es wre .000014 
HAUOTICOs oy eee ere oe cons. G4 SSwuliatesad 2606. cee tae Very low 
LES gist La Wits go aa a re ge Pi SUING Bate eae oe tires fuk on .0001 
TOUS reat tet ae oe Di gee nulitecrestesses ets awn c. Very low 
DRS EAL ON cy cre cP eig bn arn 54.3 


Lead generally has good resistance to neutral solutions, where lead 
carbonate and possibly oxide are corrosion products, and poor resistance to 
alkaline solutions in which these are soluble. Experience has shown as well 
that lead is commercially resistant to chromic, sulfuric, sulfurous, and 
phosphoric acids; that it is attacked at somewhat higher rates by hydro- 
chloric and hydrofluoric acids; and that it is strongly corroded by acetic, 
formic, and nitric acids. Also, nitrate salt solutions are moderately cor- 
rosive whereas carbonate solutions are not. 

Protective layers of corrosion product form on lead in a rather broad 
neutral range of aqueous conditions. Corrosion products become less 
protective as the solution becomes either strongly acid or strongly alkaline. 
A rough idea of the boundaries of the neutral range may be gained 
by reference to Figure 24. These results * were obtained in tests in which 
lead specimens were held for periods up to 30 days in stoppered bottles. 
Though the curves may shift somewhat under exposure conditions differ- 
ing from this, these results are of great value in suggesting the extent of. 
the neutral, relatively non-corrosive range of solutions. Of course some 
strong acids, notably sulfuric and phosphoric, develop corrosion product 
layers on lead that suppress corrosion to rates far below those indicated for 


acetic and nitric. 
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Figure 24. Effect of pH Value on Corrosion of Lead. 


EMBRITTLEMENT 


Lead sheet and cable sheathing at times have failed by cracking in a 
manner that has suggested intercrystalline embrittlement. 23) 24, 41, 42, 44, 49 
The investigations of Beckinsale and Waterhouse ® have strongly suggested 
the importance of stress, especially vibration stress, as a factor promoting 
failure. The intensity of stress required is low, in view of the low elastic 
limit and strength of lead.* Later considerations of Haigh and Jones 4 
seem conclusively to show that penetration of oxygen is the necessary cor- 
rosion environment favoring fracture, and that simple atmospheric exposure 
in the presence of fatigue stresses is very much more damaging than the 
combination of non-oxygen exposure and fatigue stresses. 

Fatigue tests by Haigh and Jones 24 in both atmospheric exposure and 
exposure in a bath of oil, gave the result that at a given stress the cycles 
required to fracture were more than two to four times greater in the case 
of-the specimens in oil than those tested in air. It was then found that tests 
made with specimens immersed in distilled water likewise gave greatly 
improved behavior over those in air. The authors attribute fatigue-cracking 


* Elastic limit—200 lbs. per sq. in.; tensile strength 1800 to 2500 Ibs, per sq. in. 
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failure to the penetration of oxygen, the effect of the baths of distilled water 
and oil being to slow down the rate at which oxygen is supplied at the metal 
surface. Tests made in acetic acid immersion failed to produce cracking, the 
authors attributing this result to the complete prevention of oxygen access 
beyond the corrosion reaction layer. 

Hardening lead with alloying elements allows a much higher range of 
stress fatigue, as compared with soft lead, before the damaging embrittle- 
ment condition is attained. Thus® the fatigue limits, in Table 87, 
obtained with alternating stress-in the Haigh machine in ordinary atmos- 
pheric exposure, may be considered direct indications of resistance to inter- 


crystalline embrittlement. The metal in all cases was annealed 1 hour 
at 482° F. 


TABLE 87.—Lead in Fatigue. 


Alloy Composition Fatigue Limit 

% Lbs. per sq. in. 
Py ML SORG eRe hi Canara de atalsilc «2 ot 450 
) vig Ce ye pal Ra seme ie Cen ae e 1080 
Deer TIONY wiok eG eas uiac oes a Ser cmlats le 1390 
See Aint ar Wie, ag Ue aro < ss ow awe 940 
AP OUEST Tc gh Are 9 as ee 1320 
MSA UITIE See Lill tk soe «cof ah atta ch 1140 
oscadnmilnm, oO AntimoOny.. s2.<<s i... 1590 

Wee CLT UT oediee S4 eae ert kale coe Sw 1140 47 


Two-MeETAL GALVANIC CORROSION 


Available indications of the two-metal galvanic behavior of lead are 
few. As already stated, lead is more like iron than copper is in its 
tendency to displace hydrogen from aqueous solution. This similarity to 
iron holds roughly in respect to the galvanic behavior of lead. There is a 
certain vagueness about the relationships between lead and other metals in 
couple that seems to be due to the fact that the protective coatings on lead 
suppress and upset the relationships that might exist in the absence of 
coatings. One such case is that of a Monel metal tank whose welded. seams 
were filled with lead. After two-months use in handling dilute sulfw ic acid, 
the lead in the portion of the vertical seam above the solution level had 
almost entirely disappeared, whereas the lead beneath the solution level was 
apparently sound and the Monel metal sheet in the zone adjacent to the 
seam had suffered definite accelerated attack. As with most reported 
examples of galvanic attack, it was difficult to differentiate in this case 
between ordinary general attack, localized solution-cell attack, and two- 
metal galvanic attack. It seemed likely at the time that galvanic action 
was partially responsible, with Monel cathodic above the solution level and 
anodic below. It is common practice to use lead seams in Monel metal 
equipment for handling sulfuric acid, and the results are usually satisfactory. 
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Evans 27 has obtained some interesting results on lead:iron couples in 
sodium chloride and in carbonate tap water. The electrodes of a couple were 
held 2.2 cm. apart, partially immersed for 14 days. The steel specimens 
were of 2.5 cm. breadth, the lead both 2.5 and 5 cm. (See Table 88.) 


Tasie 88.—Lead: Iron Couples vs. Salt Water. 
Corrosion Rate of Iron—Mg. per sq. dm. per day 


Sodium Chloride 
0.1N Tap Water 
Coupled 
Lead breadth—2.5 cm. 33 13 
Lead breadth—5_ cm. 19 12 
Uncoupled 27 12 


Tests on Monel metal: soft solder couples in hot tap water 2° have 
shown that strongly accelerated corrosion of solder is possible when the 
area is small as compared with the area of a cathodic metal like Monel metal. 
In quiet exposure at 200° F., with solder .20 sq. dm. in area and Monel 30 
sq. dm. in area, the rates in Table 89 were obtained. 


TABLE 89.—Solder: Monel Couple vs. Hot Water. 


Corrosion Rate of Solder 
Mg. per sq. dm. per day 
Uncoupled 22 
Coupled 335 


On the other hand a similar test in water at 150° F. failed to give any acceler- 
ated attack, the rate for coupled solder being 1 mg. per sq. dm. per day. 

Two-metal galvanic couples of lead with copper alloys are relatively com- 
mon in equipment handling sulfuric, phosphoric, and sometimes sulfurous 
acid. Ordinarily, where the corrosion product film on the lead is highly 
protective, as in sulfuric, the danger in couples of this nature is lessened. 
Corrosion if it does take place will be centered on the lead. One set of tests 
in a boiling dilute sulfuric-nitric mixture found antimony lead cathodic to 
active stainless steel and anodic to passive stainless steel. The accelerated 
corrosion of the anode in each case was moderately intense, the electrodes 
being of equal area. The solution was moderately corrosive to uncoupled 
lead and strongly corrosive to active stainless.29 


AcIps 


Lead equipment is commonly used in the concentration and handling 
of sulfuric and phosphoric acids, in handling the sulfite solutions of the 
paper mill digestor, in plants for sulfonation and chlorination, and with 
hydrofluoric under some conditions, and chromic. Against acetic, hydro- 
chloric, nitric, and other acids lead has not a good degree of resistance and 
is seldom used. The results in Table 90 25 give a good comparison of the 
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behavior of lead in quiet nitric, hydrochloric and sulfuric acids at room 
temperature. The protective effect of the lead sulfate coating kept the 
attack of sulfuric low. The rates with hydrochloric are rather high, from 
the commercial standpoint, and those for nitric very high. Agitation-aera- 
tion would have been accelerating with all three acids. 


TABLE 90.—Lead vs. Acids. 
Mg. per sq. dm. per day 


Acid 4 Hours 28 Days 
INIETICy cre ew nieaca sa 1.2% 2200 230 
Hydrochloric ...... 7% 360 25 
SUNN Tih p ere ee ie a 1% <60 A 


Whitman and Russell’s tests ** give a comparison in agitated solutions. 
The extremely corrosive nature of nitric and acetic acids is well illustrated. 
Concentrated nitric is shown to be much less corrosive than dilute; lead is 
sometimes used in handling greater concentrations than 70%, in which the 
hydrogen-ion concentration is relatively low. The attack of sulfuric is 
again seen to be low, relative to the other acids, with little variation in rates 
from 6 through 20 to 50% solutions. The action of sulfuric in these tests 
was inclined to be greater than usual because of agitation, and perhaps 
because the full protection of the sulfate coating was not felt over the 
5-hour period. The tests were run at 68° F. over a 5-hour period, with 
oxygen and hydrogen gas respectively bubbling through the solutions. (See 
Table 91.) 


TABLE 91.—Lead vs. Acids. 
Mg. per sq. dm. per day 


Oxygen Hydrogen 
Sulf 
"6% 79 79 
20 118 47 
50 134 95 
93 355 292 
Hydrochlori 
hr aa 1280 134 
20 8700 870 
30% 68,500 64,600 
70 1360 768 
ae, 8200 2130 
glacial 50,000 4560 


The effect of agitation-aeration as an accelerant of attack of hydro- 
chloric and nitric is given by the data in Table 92.8° The acids were 5 normal 
in concentration, and the tests were run for 5 hours at room temperature. 
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TABLE 92.—Lead vs. Acids. 
Mg. per sq. dm. per day 


Quiet Motion 
Hydrochloric 36-180 10,000-20,000 
N Mric ; 5,500-11,000 270,000-420,000 


The results in Table 93 *4 on two acids—hydrochloric and acetic—that 
are considered too corrosive to lead to make it useful in handling them, 


TABLE 93.—Lead vs. Acids. 
Mg. per sq. dm. per day 


Hydrochloric Acetic 
Total immersion 
Quiet 111 111 
Air-agitated 330 730 
Alternate immersion 
Continuous 840 13,500 
Intermittent 360 4,430 
Spray (30 days) 119 2,050 


illustrate the extreme variability in attack introduced by agitation-aeration 
and alternate immersion. The tests were made with 1 normal solutions at 
room temperature, the duration being 48 hours following 48-hours previous 
exposure. It is interesting to note here that the acetate of lead has a much 
higher solubility in water than the chloride. 

Another set of data *7 are given in Table 94 to illustrate also the aeration- 
agitation factor. The solution was cider vinegar standardized to 4.27 acetic 
acid. The tests were run at room temperature, for a 100-hour period. 


TABLE 94.—Lead vs. Acid. 


Mg. per sq. 

dm. per day 
Quiet immersion 77 
Aerated 355 
Spray 2130 


Sulfuric Acid. The resistance of lead to sulfuric acid solu- 
tions 76 82, 88, 85 may be roughly summarized as follows: 


1. Lead acquires a coating of lead sulfate that is very highly protective under 
a wide range of conditions. It is due entirely to this coating that lead can 
be used at all against sulfuric. 


2. At ordinary temperatures lead can be safely used with concentrations up to 
75 to 85%. Quiet conditions yield rates in the range <1 to 10 mg. per sq. dm. 
per day. Agitation-aeration conditions are accelerating, resulting in rather 
variable behavior; under maximum conditions rates may become as high as 
100 to 300 mg. per sq. dm. per day. 

3. Concentrations above 75 to 85% become increasingly though variably corrosive 
at room temperatures. Rates range from about 10 to perhaps 350 mg. per 


sq. dm. per day; the factors determining where in this range the rates will lie 
in any Case are not recognizable, 
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4. Elevated temperatures have a moderate tendency to increase the rates of 
solutions in concentrations to 75 to 85%. Rates in warm and hot dilute and 
moderately high concentrations lie usually in the range of 1 to 200 mg. per 
sq. dm. per day, with maxima at perhaps 400 to 500 mg. per sq. dm. per day. 
Warm and hot concentrated acids become extremely corrosive, rates ranging 
from 500 to several thousand mg. per sq. dm. per day. 


5. Lead is inclined to be relatively insensitive to the aeration factor in the dilute 
to moderately concentrated range of solution, where the sulfate coating is 
effectively protective. 


6. Where the sulfate coating is effectively protective, impurities in lead have 

little influence on corrosion. 

Huge quantities of lead go into the construction of sulfuric acid manu- 
facturing equipment, particularly in the chamber process. In this the lead 
handles, with a high degree of success, acid ranging from 48° to 50° Bé 
(60 to 62%) to as high as 60° Bé (77%). Marshall ** believes that 61° 
Bé (79.43%) acid and its corresponding boiling point—approximately 
400° F.—are the desirable joint maxima for useful behavior. The observa- 
tions of Jones °° in Table 95 indicate the high degree of resistance of lead in 
actual service in chambers. 


TABLE 95.—Lead vs. Sulfuric Acid. 


Yrs. in Use Chamber Remarks 
11 first Corrosion along crystal boundaries. 
11 second Surface-very much scored in form of irregular chan- 


nels. Measurement at thickest point 0.136 in., at 
thinnest 0.079 in. 


9 first Very even and regular action, leaving even surface. 
20 second Pin-head size pitting, some of considerable depth. 
, 14 first Very even corroding; attack around crystal boun- 
daries but does not leave crystals in relief. 
16 second Rough surface with tear-shaped depressions. 
20 third Very good condition, no defects. 
5 first Scored surface, deposit of sulfur and lead sulfate ha 


aided resistance. 


14 fifth Very good condition, no defects. 


In discussing the action on lead in the chamber process of sulfuric 
manufacture, Grosvenor *? states: | 


“The corrosion going on continuously, though slowly, is augmented by higher 
temperature, excessive moisture in the gases, increased niter content, absence 
of SO,, too rapid movement or impingement of the gases, or alternate action of 
liquid acid and gases. The points of most severe attack therefore are as follows: 
around the entrance to the first chamber, owing to the heat, richness and velocity 
of the whirl of gases circulating to join the incoming stream; the end opposite 
this entrance (if the first chamber is not very long) owing to richness and impinge- 
ment of the entering stream; the whole of the first chamber because the tempera- 
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ture is higher, the gases richer and reaction more active; any points where the 
sides are uncooled by the outside air, as points in contact with timber framework, 
the inner sheet of a lap joint, the bottom when it rests on the floor if it is not 
covered with mud or a layer of liquid, and side curtains where they descend inside 
the bottom pan; the last chamber where all SO, is pretty well exhausted, acid 
mist is much thinner and where in the absence of SO, the reaction N,O,+ H.SO, 
= NO,HOSO, + HNO, takes place (or with excess moisture even the reaction 
(2NO,+H,0+0:) = 2HNO,).’ 


Chemical lead is ordinarily used in this country for chamber plant con- 
struction, hard lead for some parts. Jones (England) °° is authority for 
the statement that antimony is regarded nowadays as a very injurious 
impurity, particularly against the higher concentrations and temperatures. 
In England a test that is believed to give an indication of the quality of the 
metal as a corrosion resistant in chamber construction consists of heating 
the specimen in concentrated sulfuric and observing the temperature at 
which bubbles first evolve and at which the lead suffers rapid decomposition. 
Jones states that suitable chemical lead evolves gas at 374° to 392° F. and 
decomposes at 572° to 594° F.; many hundreds of specimens of lead manu- 
factured by the Parkes’ process have given the data shown in Table 96. 


TABLE 96.—Lead* vs. Sulfuric Acid. 


Gas evolution Lead decomposition 
Mites ete 295° F. 363° ¥F. 
Max. rut te 413° F, 536° F. 
Aven ieee 368° F. 455° F. 


Sulfuric with other acids. As will be shown later the presence of sul- 
furic in phosphoric acid is extremely favorable to the good resistance of 
lead. Mixtures of hydrochloric or nitric with sulfuric on the other hand 
go far towards destroying the resistance lead has to sulfuric alone. The 
effect is illustrated by the data in Table 97. The tests were made at 77° F., 


though other conditions were not described. Sodium chloride in sulfuric 
is likewise accelerating.1! (See Table 98.) 


TABLE 97.—Lead vs. Sulfuric Mixtures. 


Acid Concentration—% 


Mg. per sq. 
Sulfuric Hydrochloric Nitric dm. per day 
20 / 
18 2 300 
15 5 1,790 
10 10 4,890 
: 15 8,560 
18 13,000 
He 4 * 24,000 
10 5 very great 
: 10 very great 
> 15 very great 


¢ 18 very great 
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TABLE 98.—Lead vs. Sulfuric Mixtures. 
Acid 
‘ Temp. Mg. per sq. 
: Sodium ° 
Sulfuric Chloride F. dm. per day 
oO 
8.3 1e7, 59 150 
104 180 
140 20C 
176 210 
212 2,200 
31 17 We 1,400 
167 3,300 
212 3,600 
33.3 6.7 50 8 
59 64 
104 72 
140 64 
176 310 
212 1,400 


Hydrochloric acid. Hydrochloric acid ?* 33 solutions are sufficiently 
corrosive to chemical lead that seldom may the two be used together with 
satisfaction. In very dilute acid (under 1%) when cold, unaerated and 
unagitated the action is on the order of 80 to 100 mg. per sq. dm. per day. 
This is not severely corrosive, but perhaps high as compared with rates on 
other corrosion-resisting material. The data?! given on page 208 illustrate 
the effect of aeration-agitation. 

In quiet 5 to 20% solutions at room temperature ** rates have run on the 
order of 150 to 200 mg. per sq. dm. per day. 

Antimony in lead is extremely beneficial to its resistance to hydrochloric, 
up to fairly high concentrations of acid and at higher temperatures. Whit- 
taker ®5 has stated that 10 to 25% antimonial lead stands up well in cold 
hydrochloric of any strength, and in concentrations below 18%, up to 212° 
F. Calcott and Whetzel™ give the data in Table 99, without a clear 
description of exposure conditions, and without stating the antimony content 
of the lead. 


TaBLe 99.—Hard Lead vs. Hydrochloric Acid. 
Mg. per sq. dm. per day 


Acid 68° F. 212° F. 
Conc. 
1% 10 10 
5 10 60 
10 20 60 
35 100 240 


Nitric acid. Nitric acid asa rule cannot be used with lead. The excep- 
tion is that highly concentrated solutions have only slow action on lead. A 
case has been cited of lead containers lasting several years holding strong 
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nitric. Veley °° gives the solubility of lead nitrate in nitric acid, as ahi? 
Table 100. This suggests that the very slow action of highly concentrate 


TABLE 100.—Solubility of Lead Nitrate. 


ute of 
Lead Nitrate 
ioe per 100 Parts 
Solution 
0 64.91 
15.76 10.25 
22.76 5.98 
29 3.01 
40.31 1.61 


acid is due to low solubility of the nitrate, much as concentrated sulfuric acid 
builds up protective iron sulfate on iron. Forty per cent nitric 1s extremely 
corrosive to léad—over 100,000 mg. per sq. dm. per day—yet 95% acid at 
68° F. has in one case }” given a rate of 380 mg. per sq. dm. per day. Unfor- 
tunately other data on high concentrations appear not to be available. 

Acetic acid. Acetic solutions corrode lead freely, and lead is definitely 
unsuitable for handling them. Tests by Calcott and Whetzel 14 have given 
rates of 150 to 240 mg. per sq. dm. per day for solutions of 0.5 to 60% 
acetic, under quiet submersion conditions. The tests were at room temp- 
perature, and were run for 48 hours following previous 48 hours exposure. 
The data on page 208 *! indicate the extremely strong effect of aeration- 
agitation. 

Phosphoric acid. Lead is commonly used with the impure phosphoric 
acid solutions obtained from phosphate rock by leaching with sulfuric acid. 
The pure acid is moderately corrosive, as rates later on will indicate, whereas 
the impure acid, hot and cold, is extremely well resisted. 

Quiet immersion for 250 hours in phosphoric at 60° F. led to rates as 
given in Table 101.4° 


TABLE 101.—Lead vs. Phosphoric Acid 


Mg. per sq. 
Cone. dm. per day 
Pure acid 
O FG. wim ple Wane € ace ni? det ae oe 450 
V+ | a nie We Peat mmm Ee Te 160 
Impure acid 
> MTT Pe a yn Beye oe, al | 


The pure acid was made from combustion of phosphorus, whereas the 
impure acid was derived from superphosphate and carried sulfuric acid and 
other impurities. The presence of sulfuric was believed to be responsible 
for the good behavior. It was determined at the same time that a 7% 


antimony lead alloy did not have the good resistance of ordinary lead to 
the impure acid. 
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Other tests #1 have likewise brought out the fact that hot impure phos- 
phoric is resisted far better by lead than is hot pure acid. The solutions were 
at 176° F., and were aerated with the exception that in the concentrated 
crude acid the specimens were partially immersed in the quiet solution. 
(See Table 102.) 


TABLE 102.—Lead vs. Hot Phosphoric Acid. 
Conc. Mg. per sq. dm. per day 


Pure acid 
SON ee ow Sel. Seen wise ne Spee ste ss 580-1150 
DS ea seahe ake Was eiw cite susiaes Etre 400-1420 
1 Pee oe ec curse cee 35-4720 
Crude acid 
CULL tate eee eis a en one AE eat colle egies oe tor 
CONCHIE eee sie cen ate tr civein niece sie 2 1Letor2:3 


Clarkson and Hetherington !* concluded from a series of tests that 
the resistance of lead favored its use for the construction of a saturator for 
making ammonium phosphate and for linings on storage tanks and tank cars 
handling phosphoric. The tests were made at ordinary temperature in 
65, 72, 80% acid, and at 212° F. ina saturated solution of ammonium phos- 
phate carrying 10% by volume of 72% phosphoric, without agitation. 
Phosphoric solutions in sugar house work are handled by lead and antimony 
lead pipes, fittings, tank linings, etc. Continuous circulation of phosphoric 
through lead pipe, in one case quoted,’ in the presence of oxygen led to the 
dislodging of “the lead phosphate coating,” causing corrosive and abrasive 
action. 


Sulfurous acid. Lead is one of the few metals that can handle sul- 
furous acid solutions and moist atmospheres of sulfur dioxide. As in the 
case of sulfuric, a protective coating forms, presumably sulfite. As a result 
the resistance of lead is almost perfect. Lunak *4 has quoted a virtually zero 
corrosion rate for lead exposed in four different sulfite digestors, where the 
temperatures ran 275° to 295° F., the solution carried 3.6 to 4.4% free 
sulfur dioxide, and the pressure ran 125 to 146 Ibs. 

Lead and antimony lead are in common use in equipment handling acid 
sulfite solutions in the pulp mill. 

Hydrofluoric acid. Lead is used to some extent against hydrofluoric 
acid in the cold. A rate of 900 mg. per sq. dm. per day has been obtained in 
quiet, 2-hour exposure at 176° F. in 48% acid.2® This of course must be 
considered very rapid. 

Chromic acid. Chromic acid solutions, such as chromium-plating 
baths, are handled very satisfactorily with lead. Lead chromate has 
extremely low solubility. 
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Impurities in Lead vs. Acid Resistance. Lead of different grades of 
purity differ somewhat in resistance to acids. A good study of this sub- 
ject has been made by Burkhardt. He found that of a large number of 
specimens varying in impurities, those behaving the worst were corroded 
at rates 3 to 5 times those behaving the best. The tests were made in sul- 
furic and hydrochloric and covered conditions where rates were on the 
order of 1 to 10 to as high as several thousand mg. per sq. dm. per day. 
The purest grades of lead were among the better specimens, grades with 


impurities that are unevenly distributed, among the worse. 
f 


Caustic ALKALINE SOLUTIONS 


Lead is amphoteric and the plumbates resulting from reaction with 
alkalies are very soluble. As a result strong caustic solutions attack lead 
relatively rapidly. The action is not so rapid as that by acids like hydro- 
chloric and acetic, yet is sufficiently greater than the action on steels, and 
certain other non-ferrous metals, that lead is considered of poor resistance. 
The set of data in Table 103 ?1 gives perhaps the clearest story, bringing out 


Tas_e 103.—Lead vs. Caustic Solution. 


Mg. per sq. 
dm. per day 
Total immersion 
Quiet PPPS rari hey Pear rch omens ahi a ic 74 
Air-doitated osc tunes sean aoe eee A 370 
Alternate immersion 
Continuous +3. %inaeeee-o eae eee 5.500 
Intermittent 0.440 ens Re es yprne ph 5 2,200 
spray (30 days)" ..o. se. eee eee 9.5 


the accelerating influence of aeration and the particularly poor resistance 
under alternate immersion exposure. The tests were made in one normal 


sodium hydroxide at room temperature, and ran for 2 days following a 
previous 2-day exposure. 
Other tests 11, 25, 52 


confirm the very corrosive action of caustic solu- 
tions on lead. 


AQuEous AMMONIA 


Ammonium hydroxide is very much weaker than caustic alkalies in its 
effect on lead, though the action is definite enough compared with action on 
iron. The data in Table 104 in a one normal ammonia solution are well 


illustrative.?!_ The tests ran 48 hours following previous 48-hours exposure. 
The tests were made at room temperature. 
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TABLE 104.—Lead vs. Aqueous Ammonia. 
rin aap 
Total immersion edt eiaaed 
OE ES ta A ET it 15 
craves aS" eas ae” SS a a 9 
Alternate immersion 
Pamunuoussl. fate erie cl Ot oe 29 
‘SUL Fei] Gen 9 goat eas A aa aaa 25 
SE SCE G he oo) ae, Ci 3 


NEUTRAL SOLUTIONS 


Corrosion product solubility and structure play the most important role 
in determining resistance of lead to the neutral range of aqueous solution. 
Rates of attack range from high, where the product is poorly protective, 
to negligible where the product is continuous and adherent. Under the best 
protective conditions, typified by the films forming in atmospheric exposure, 
the rates range around 1 mg. per sq. dm. per day and less. Where poorly 
protective, typified by the alkaline solutions characteristic of unset cement, 
rates range around 40 to 50 mg. per sq. dm. per day. 7 

Lead carbonate and probably oxide are the usual corrosion product under 
neutral aqueous conditions. The oxide in itself is not particularly protective, 
as shown by the fact that distilled water, aerated in the absence of carbon 
dioxide, is moderately corrosive to lead. Tap water asa rule is considerably 
less corrosive, though varying with the salt and gas contents. Silicate 
even in small quantities ® suppresses corrosion very markedly. As little as 
0.06 gram of silicate ion per liter will prevent corrosion of lead by distilled 
water, and it is likely that even lower concentrations will have a suppressive 
effect.* Lime, chromate, sulfate, carbonate, bicarbonate are likewise sup- 
pressive. With substances of this nature rates probably invariably keep well 
below 1 mg. per sq. dm. per day. Chlorides have less beneficial effect, 
though undoubtedly are suppressive as compared with distilled water. 
Nitrates, due perhaps to the high solubility of lead nitrate, are inclined to 
be more damaging than chlorides. The presence of small amounts of 
nitrates in soil waters increases the corrosive attack on lead decidedly.* 
Waters carrying organic acids like acetic become rather strongly corrosive, 
although of course acid sulfate waters and salts are well resisted. Moderately 
to strongly alkaline waters are rather actively corrosive. 

The data in Table 105 21 compare two types of salt solutions, a more 
corrosive salt, sodium chloride, and a less corrosive salt, dichromate. The 
tests were made at room temperature and were run for 48 hours following 
previous 48-hours exposure. 


*R. M. Burns, private comment. 
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TasLe 105.—Lead vs. Salt Solutions. 
Mg. per sq. dm. per day 


Sodium Potassium 
Chloride-1 NV Dichromate-! NV 
Total immersion 
Quiet is Cis . bste state Sean eee eee 32 i 
Aif-agitated, J cece cscaccneccs ss en emen es 40 
Alternate immersion 
Continu0usie. seme cera coluodtee nian 45 ‘ ne 
Intermittent). . snes onch cee ine cece 24 ; 
Spray (30! days): Fuses vcore eu av ere eae 3 <l 


An interesting set of data has been reported 18 on corrosion of lead sub- 
merged in quiet salt solutions over a 200 day period, at 46° F. (See 
Table 106.) 


TABLE 106.—Lead vs. Salt Solutions. 


Salt Conc. Mg. per sq. 
* Grams/liter dm. per day 
Water? (no salt) mo4y.ccs.d- cans oes fetes .46-.60 
Soditimi chloride :;,.. oo % alten «ale cee coe 2.5-60 1.8-9.7 
Potassitimychiotides ase eee ae 2.5—15 3.4-7.0 
40-80 .69-.80 
Potassium nitrate! ./< lv Meese eee 5-100 74-24 
Sodium sulfatesis.27.20 ack Saee ee 2.5-20 24.72 
50-200 .021-.039 
Potasstum' sulfate,-<4 ofi% eco ee ee eee 2.5-80 .11-.80 


In another set of tests 4° lead plates were immersed in solutions for 14 
months, with the results given in Table 107. The concentration of salts 
was not noted: 


TABLE 107.—Lead vs. Salt Solutions. 


Mg. per sq. 

dm. per day 
Calcium .eathbonate<¢s fy... y sete eee ia 
Calcium bicarbonates. +242. sauce eee 1.3 
SOdim “Carbonate sys... eee ee Si SZ 
Magnestuni ‘sulfate st .sccet. 12 tae oe eee 2. 


Lead is used to some extent in sea water, and generally gives satis- 
factory results. An indication of behavior is afforded by the results of 
tests #9 in which lead bars were exposed in Bristol (England) Channel for 
4 years, at a location where they were submerged 93% of the time. Cor- 
rosion rates for both soft lead and 1.6% antimony lead were on the order 
of 2 mg. per sq. dm. per day; localized attack did not take place. 

Lead pipe’® has for many years been used in large quantity for con- 
ducting fresh waters. The life of lead in this service is virtually unlimited 
except in very rare cases. Recently lead pipe in good condition was uncovered 
in Rome that was believed to have handled water far back in the first 
century A. D.1® 


LEAD 217 


since eee ye nest lead is suitable or not for handling waters 

y of the lead dissolved by the waters when sub- 
sequently ingested, rather than on durability considerations. Lead in its 
toxic effect is considered cumulative.®* 

As a general rule hard waters absorb much less lead than soft waters. 
In fact it is usually considered perfectly safe to use lead with hard waters 
and for the most part necessary to avoid its use with soft waters. Pre- 
sumably protection by the lead carbonate-lead oxide corrosion product 
that develops in hard water is the reason for its lesser corrosiveness. 
Waters characterized by temporary hardness likewise are considered safe 
to handle with lead. The presence of carbon dioxide in soft waters is 
believed to be particularly undesirable, in that greater pickup is favored. 
Silicates have been used by the English to prevent lead poisoning by very 
soft waters.* 

Quantitative data throwing some light on lead pickup and the cor- 
rosiveness of waters have been developed by a number of investi- 
gators.1%, 48, 45,53 Weston’s results °° bring out a number of interesting 
points: (1) varying corrosiveness of different waters, (2) decreasing 
rate of attack in some cases, (3) accelerating effect of aeration, (4) sup- 
pressing effect of lime and magnesia. Lead sheet specimens (10.1 sq. cm.) 
were exposed for one day to waters held in open test tubes, the volume of 
water in each case being 10 cc. (See Table 108.) 


TABLE 108.—Lead vs. Waters. 
Lead Pickup 


p. p. m. 
Pere s WAtetiaa ss «kine a aicisie bc Bet aay s #'hs,0 182 
Boston tap-water (soft) ......ccceensseres 65 
Poland Spring water .........c..e0s+ss0- 44 
Poland Spring water charged ..........+-- 90 
Withive Watetmecu dies s ciuresecad ss watts wae Ke 10 
Distilled water with peat extract ........... 6 
Boston tap water with peat extract ......... 2 


Lead pipe specimens placed in sealed bottles under conditions uniform 
for all samples, led in 6 days to the following pickup as shown in Table 109. 


TABLE 109.—Lead vs. Waters. 


Lead Pickup 

p. p. m. 

Metropolitan water ......-sceeeeee ere ee eee ete een enerees 129. 
Milford water 9.5 
rn © eu PER OT Le Cee eee ee TEE RE 54.5 

15 p. p.m. chalk added .....--ssececeecceceercesereces 14 

15 p. p.m. chalk added and aerated ......-----+--+--eee 17 
Aerated, with 8.5 p. p.m. quicklime added ..........--. 22.5 
8.5 p.p.m. quicklime ........eeeeeeeser cee reeeeeteeee it 
12 p. p.m. lime, then aerated ........+eseeeeereeeeeere o 


20 p. p.m. lime, then aerated ........seeeeeeeeeeeeeees 


*R. M. Burns, private comment. 
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These results of course are of comparative value, one with another, 


only. 
Weston also gives the analyses in Table 110 of Milford, Mass., water, 


to indicate the effect of lime treatment: 


TABLE 110.—Lead vs. Waters. 
Parts per million 


Free Average 
Year Average Hardness Carbon Lead 
Lime Added Dioxide Pickup 

1914 0 13 18.6 WA 
1915 12.9 30 30 124 
1916 123) 24 25 10 
1917 11.4 34.9 40 .09 
1918 rie 31.8 23 082 
1919 10.0 36.7 1.40 085 


Average analyses of corrosive and non-corrosive ground water, with 

lead pickup from pipe, are given in Table 111.13 Forty or fifty waters 

sampled throughout Massachusetts are includéd. The standing samples 
were taken from water that had stood several hours in the pipe. 


TasB_e 111.—Lead vs. Waters. 


Lead—p. p. m. 
Corrosive Non-corrosive 
Water Water 

Carbonic’ acide. emia stein decent eras oe 29.3 13:3 
Plardriess tic. 0 th ete ee eee 34 30 
Dissolved ; oxy wer. foc4i.:.5 cv teig «yee ae 48% sat’d. 44% sat’d. 
Lead 

Renting tsamples, 4. a.4ecseea enters 65 15 

Standing ample fs. .10sesane ew aren 1.70 40 


The analyses in Table 112, average and maximum, were obtained on 70 
samples of Boston Metropolitan surface water taken after considerable 
length of service pipe. 


TABLE 112—Lead vs. Waters. 
Lead Pickup 


p. p.m. 
Carbon dioxide .... 3 
Dissolved oxygen .. 95% sat’d. 
Lead 

Running’ saniple -avei..ancee ona oie 13 

Standiti¢ sample, ave. cesses sen ose 19 

Running: sample, max. 2... 2-4 «sas deletes 34 

Standing sample: ‘max ioc... .ec2 coe 63 


The lead pickup from lead strips exposed to waters of different Illinois 
towns held in stoppered bottles for two weeks are given in Table 113.4% 
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TABLE 113.—Lead vs. Waters. 
Parts per million 


Mg. 

Lead 

Hardness Alkal. Chloride Residue pias Loss 
Decatur Me ree Sale pra Sis 2 121 160 2 302 ahi 59 
Relat Ponty. oo; oka 222 150 295 1009 025 46 
OUR MUPSE Sos ake os 1100 216 259 2971 .23 16 
Datiorth: sess ose ce. .e 156 290 530 1374 2, 89 
Cnehod a en es og 240 304 550 1276 as 66 
Norma . SS Sere P 110 542 1010 2743 43 26 
MT al Tg Bo ae 725 379 1310 4076 2 31 


Lead poisoning * has been a common enough occurrence among workers 
in lead industries—painting, printing, lead mining, smelting and refining, 
manufacture of storage batteries, pottery, enamel. Lead poisoning from 
waters drawn from lead pipes is rare, considering the widespread use of 
lead pipes. Back through the years poisoning seems to have been rather 
rampant due to the use of lead cooking utensils, and in other cases to the 
lead added to wine for fermentation purposes. 

Authorities differ as to the quantities of lead ingested from waters, 
that will cause poisoning. This is not surprising in view of the different 
degrees in which different people are susceptible and the difficulty of estab- 
lishing a quantitative relation between lead ingestion and poisoning. Hunt 
has made the compilation in Table 114 °° of lead contents in waters that have 
led to poisoning. 

TaBLe 114.—Lead vs. Waters. 


L 3 Lead 
ocation p p.m 

ARE NEAT eee tei ae pf aan SS ee en at PE .5-1.6 
SISA S ee ee SR ee es Sener ete Siareln Orateceurls 7-12.5 
Siieiitatal. fae ORR SR Spee cert seen oe ae tela .998-9.98 
HIMGderstield emetic ce ok cers ee ee ccs 1.99 
[iahete tees tcp etel ile ~4 Serie oh tR Nena eee a ee cae a 1.14-11.98 
NE ATICHESTC KM rst Tee rete euros Soest ena te. oat iss wie !o tore 1.44.28 
Gastleul laremontenc tin.4. steal aes ve eisai 2.0-15 
TRIM GY © tater ters all ree lak sac es 0G oe > 8.7 


Weston has reported that in Dessau, Germany, water carrying approxi- 
mately 4.14 p.p.m. lead caused many cases of poisoning, and that after 
the lead was reduced to 0.0 to 0.5 p.p.m. there were no cases in the subse- 
quent ten years. After consideration of all available data on the subject 
Weston (1920) concluded that water with less than .1 p.p.m. lead would 
be considered safe, judged from practical standards. Howard ** in 1920 
preferred .025 p.p.m., if lead in any quantity at all was to be allowed. 
The American Water Works Association? considers .1 p.p.m. as the 
maximum for natural waters. 

Very large tonnages of lead are used as sheathing for underground 
cables ; the Bell Telephone System has approximately 90,000 miles of cable 
underground.® The function of the lead sheathing is to protect the con- 
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ductors from corrosion. The most commonly used composition is lead 
with small quantities of antimony ; the 3% tin alloy is used to some extent, 
and pure lead carrying a very small quantity of calcium is a rather recent 
deveiopment. Alloying is intended to give hetter strength, corrosion resist- 
ance being virtually unaffected one way or the other. 

Ordinarily the sheathed cable is carried in conduits of various con- 
structions. Corrosion of the sheathing when buried directly in the soil 
occurs sometimes from soft waters, sometimes from waters carrying 
calcium hydroxide leached from concrete ducts, sometimes from acetic 
acid vapors emanating from creosoted Douglas fir wood ducts, sometimes 
from stray currents; with the latter corrosion may be localized both at 
anodic points, and at cathodic areas where the solution turns alkaline and 
becomes corrosive. Probably the most frequent cause is concentration 
cell action,® the cells being set up by variations in the soils or in underground 
waters or by the manner of distribution of soil particles against the metal 
surface. 

The results of Burns and Salley 1° on the effect of particle size, dura- 
tion of exposure, moisture content, and oxygen content on corrosion by 
soils are significant. Corrosion rates for lead buried in white silica sand 
of different particle diameters are given in Table 115. The moisture con- 
tent was 4.2 to 3.5%, the humidity of the air nearly 100%, the temperature 
104° F., and an excess of oxygen was maintained in the atmosphere. 


Taste 115.—Lead vs. Moisture in Sand. 


Particle size Mg. per sq. dm. per day 
mm. 195 hrs. 3601 hrs. 
2-1 67 12 
5-.25 54 11 
below .05 38 4.2 


The effect of moisture content as a variable in 30-day tests at 104° F. 
in white silica sand gave the data in Table 116. 


TABLE 116.—Lead vs. Moisture in Sand. 


; : Mean 
SSG size TiATataER Mg. per sq. 
3 content % dm. per day 
2-1 0 3.8 
1.4 19 
hee) 20 
7.0 26 
5-25 0 3.4 
1.9 19 
7 28 
£12 22 
below .05 0 2.1 
4.2 11 
10 24 


12.8 25 
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Further tests on varying oxygen in the atmosphere gave the results in 
Table 117. The moisture content was 4.4% and the tests ran 14 days 
at 104° F. 


TABLE 117.—Lead vs. Moisture in Sand. 


Particle size stmosphere al Mg. per sq. 
gi Oxygen Nitrogen dm. per day 
2-1 0 100 11 

1 99 23 

20.9 79.1 50 

5-25 0 100 9.7 

1 99 22 

20.9 79.1 44 

below .05 0 100 5 
1 99 13 

20.9 79.1 25 


The same investigators compared the corrosiveness of several different 
soils. The moisture content was about 6%, except that it was 4.5% in silica, 
and the tests ran 2 weeks. (See Table 118.) 


TABLE 118.—Lead vs. Moisture in Earths. 


Particle size Soil Mg. per sq. 
mm. dm. per day 
2-1 Sassafras gravelly loam of 

Silica 50 

5-.25 Sassafras gravelly loam 27 

Silica 44 

below .05 Sassafras gravelly loam 14 
Hagerstown silt loam 4.5 

Tidal moist 12 
Black alkali 8.2 

Silica 25 


Stray electric currents as a source of corrosion of submerged pipe and 
sheathing is without a doubt a much less frequent occurrence than might 
be judged from the frequent references occurring in the literature. Solu- 
tion-cells are powerful in their effect, and if the nature of the cells that 
are set up at the surface of buried lead could be determined it would very 
likely be evident that this type of cell is the cause of the greater part of the 
localized corrosion that occurs. Smith and Shipley *® concluded, after 
extensive investigation of the corrosion of lead pipe in Winnipeg, Manitoba: 

“Generally speaking, as much or more pipe corrosion has 
occurred in negative or neutral than in positive districts, irre- 
spective of whether underground cables were near or distant.” 


ATMOSPHERE 


Lead has good general resistance to the atmosphere; the wide use of 
lead sheathing on aerial cable and of lead and Terne-plate as roofing, 
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cornicing, and spouting materials is a witness. In Table 119 are given cor- 

: ; ; ; 
rosion rates (weight loss rates) covering a years exposure in various 
atmospheres.”8 


TABLE 119 —Lead vs. Atmosphere. 


Mg. per sq. 

dm, per day 
Rural hit oak oe tigen rake cle aera 44 
Suburbati we oss: voce ote re aoe aoieeeee 61 
Mild industrial... 6.23. ek ee ee 59 
Unrbart.s, 3 sive ae ce dah een ee eae LS 


Marines 04.0 ines us xe eee dee acne 55 


Lead exposed on a roof-top in Birmingham (England) was corroded 
as shown in Table 120° over a 7-year period. This represents extremely 


TABLE 120.—Lead vs. Atmosphere. 


Mg. per sq. 

dm. per day 
Pufte lead-c.5 Sse See one ae eee ee 29 
Lead with 1.6%; antimony. <<. .o4. =. 4 sees .04 


good behavior compared with other materials. 

Development of protective corrosion product layers is the reason behind 
this resistance, as in the case of resistance of lead to acids, salt solutions, and 
waters. The film is probably oxide.*! Its development is accompanied by 
rapid dulling of freshly abraded metal. 

The nature of the film that develops and the degree in which it becomes 
protective, depend on atmospheric conditions at first exposure. This is 
clearly illustrated by the curves given in Figure 25.51. Curve A represents 
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the weight increment for lead exposed in a basement atmosphere. After 
140 days fresh specimens were exposed and the rate of increase in weight 
(Curve B) was found to be quite different from the first; it was believed 
that the effect was due to the presence of turpentine in the atmosphere, 
derived from nearby drying paint. Curve A was not affected by this since 
the protective film had already developed. It is interesting to note that 
the rate of weight increment in Curve A grows continually less even after 
160 days. . 

From the practical standpoint, therefore, the resistance of lead to the 
atmosphere is very good. Occasional occurrences of unsatisfactory behavior 
have been traced to unusual conditions. In one case cast lead sheets became 
perforated in places where in contact with oak beams but remained sound 
where resting on pine wood-work. Long experience has shown that contact 
with oak will lead to rather rapid attack.® 7 


CONTACT WITH CONCRETE 


Fresh concrete, according to Burns * is markedly corrosive to lead but 
the practice of precasting and aging the concrete, during which process the 
lime in the concrete surfaces becomes carbonated, results in a less corrosive 
conduit. In this case, however, water seeping through the conduit may 
leach out calcium hydroxide and cause corrosion. When lead is corroded 
by alkali (whether it be calcium hydroxide or caustic soda which is some- 
times produced by electrolysis of sodium chloride solutions in contact with 
the surface of the sheath) the attack is characterized by the appearance of 
a reddish corrosion product which upon analysis will be found to be the 
red crystalline form of lead monoxide. This product is easily distinguished 
from the brownish to black lead peroxide which sometimes is formed as a 


result of anodic stray current attack. 


HIGH TEMPERATURES 


Lead and high lead alloys are not of use in high temperature work, since 
the melting points are low, and strength low at temperatures above the boil- 
ing point of water. Unreinforced lead with heavy walls may handle up to 
50 lbs. per sq. in. steam pressure.** Pilling and Bedworth *® found that lead 
oxidizes comparatively rapidly at 572 F°. to a reddish-brown oxide that 
is smooth and tightly adherent. Throughout a 7-day test quadratic pro- 
portionality between weight increment and time was observed, showing the 


protective nature of the oxide. 


*R. M. Burns, private comment. 
**G. O. Hiers, private comment. 
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Chapter XI 


Iron and Steel 


Iron and steel would fill practically all the metal construction require- 
ments of industry were it not for chemical instability. The cost-per-pound 
of commercial ferrous metal, thanks to quantity production, availability of 
ore, and a remarkably efficient metallurgical science, is roughly one-third 
the cost of lead and zinc, one-fifth that of copper, one-tenth or less that 
of aluminum, nickel and tin. Furthermore, the physical properties of iron 
are generally desirable and the mechanical properties singularly versatile. 
Prevention of corrosion by metallic and non-metallic coatings and by the 
development of iron alloys has taken long strides towards filling in where 
iron itself is deficient ; still no corrosion-resistant substitute of equal cheap- 
ness has been as yet found. 


Carbon steel, cast iron, and wrought iron are the most important types 
of the ferrous group; these differ from one another in mechanical properties 
and, broadly speaking, in applications. Steel is the high-strength form of 
ferrous metal, cast iron a cheap though relatively brittle form for compli- 
cated shapes and heavy sections, and wrought iron is particularly suitable 
for welding, machining and working qualities and toughness. Steels alloyed 
for high strength and toughness by the use of elements with power to give 
corrosion resistance, such as copper, nickel, chromium and molybdenum, 
are beginning to be recognized as valuable also for certain specific corro- 
sion resistances. 

In corrosion resistance these variations of iron and steels are roughly 
similar, and as a group quite distinct from non-ferrous metals. They rust 
in atmospheric and natural-water exposure, are rapidly attacked by most 
acid solutions, and deteriorate at high temperatures. Alloys of high iron 
content are produced that will resist each of these conditions. They contain 
substantial percentages of other metals, which makes them different in other 
ways and therefore these are treated in other chapters. A 14 to 16% silicon 
iron is remarkably good for acid conditions ; alloys with 12 to 30% chromium 
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are good for some acids, for neutral solutions and for high temperatures ; 
a high combined nickel and chromium content gives a scries of iron alloys 
of very good resistance and mechanical properties; the nickel-iron series 
are unusual for certain physical properties; and a cast iron with 25% 
nickel, copper, and chromium is generally resistant. 


CORROSION RESISTANCE. 


GENERAL 


The action of the atmosphere and waters on iron accounts in large part 
for the reputation iron has as a poorly resistant metal. It is true that these 
are the most commonly met conditions, yet it is equally true that iron is an 
unusually versatile resistant when the range of corrosive substances is 
viewed as a whole. In certain acid solutions, in alkaline solutions, against 
various gases and molten metals, iron is often the best available metal even 
when its advantage in cost comparisons is disregarded. 

Iron corrodes in aqueous solutions, like other metals, by change from 
the metal to the metal ion. The acids ordinarily corrode iron strongly with ~ 
hydrogen evolution ; in this respect, generally speaking, iron differs from the 
more noble metals like copper, and the less noble metals which develop pro- 
tective layers of corrosion product, like aluminum. Alkalies have only slight 
corrosive action on iron, due to the development of a protective corrosion 
product film; in this iron differs from aluminum, which corrodes rapidly, 
and copper and lead, which develop films of less protective nature. In the 
neutral range of aqueous solutions in the presence of air, iron has poor 
resistance, the film that develops being poorly protective at best. 


AQUEOUS CONDITIONS 


Regarded from the standpoint of factors controlling corrosion and rate 
of reaction on iron, aqueous solutions are of three types—acid, neutral, 
and alkaline—as indicated in Figure 26.133 
Within the acid range, the reaction involves hydrogen evolution of 
important magnitude and goes on essentially without the development of 
obstructive and protective films of corrosion product ; the controlling factors 
are total acidity and hydrogen-ion concentration, with aeration accelerating 
in minor degree. Within the neutral range, hydrogen evolution though 
operative is repressed in rate by the facts both of lowered total acidity and 
hydrogen-ion concentration and of solid films of corrosion product. Cor- 
rosion rates within this range are determined by diffusion of oxygen through 
these films, and are largely independent of hydrogen-ion concentration. 
Finally, within the alkaline range corrosion product films develop in much 
more effective degree than in the neutral, resistance increasing with alkalinity 
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and hydroxyl ion concentration and being largely insensitive to the effect 
of aeration that is so marked in neutral solutions. 


Approximation of Test Results 


Mg. per sq. 
dm. per day 
Acid solutions 
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Figure 26. Iron vs. Aqueous Solutions. 


The attack of acid and alkaline solutions normally goes on without 
important pits, whereas pitting is usual in neutral solutions. For neutral 
conditions therefore penetration rates range higher than represented by the 
average weight loss rates given above. 
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Neutral Solutions 

Mechanism. Corrosion of iron by pure water begins at breaks in the 
invisible layer of oxide that normally exists on the surface of the 
metal.1% 49: 41 Reaction between the solution and the metal at these breaks 
leads to the withdrawal, from the diffusion layer against the metal, of 
hydrogen ions and dissolved oxygen, and the simultaneous introduction of 
ferrous ions into the diffusion layer. The layer of solution becomes con- 
centrated in ferrous ions and reaction between dissolved oxygen and the 
ferrous hydroxide leads to precipitation of hydrous ferric oxide, which with 
ferrous hydroxide is recognized as rust. 

Associated with these layers of hydroxide and oxide is the diffusion 
layer of solution that, in combination with the deposits themselves, obstructs 
the movement of reactants in the corrosion process and so controls cor- 
rosion rates. The influence of the diffusion layer of solution as an obstruc- 
tion to the corrosion process is lessened as the thickness of the layer 
for any reason is lessened. The protective effect of the solid film like- 
wise varies, depending on how closely adherent and how nearly continuous 
it may be.® 

Two important factors that affect corrosion rates by determining the 
properties of these liquid and solid layers are supply of dissolved oxygen 
and deposition of compounds other than the oxides of iron. 

In the absence of air corrosion takes place and ferrous hydroxide is 
formed, but there is no subsequent formation of ferric hydroxide. Corrosion 
rates are low because hydrogen evolution is suppressed by cathode polariza- 
tion. With the presence of moderate amounts of dissolved oxygen cor- 
rosion rates are increased because diffusing oxygen prevents cathode 
polarization. Variation in the dissolved oxygen content leads to varia- 
tions in the physical characteristics of the precipitated ferric hydroxide films. 
Practically always, an increase in oxygen supply leads to greater cor- 
rosion rates. 

Increase in the velocity of the solution, both by supplying oxygen at a 
greater rate and by thinning the diffusion film, generally leads to an increase 


in corrosion rates. Higher velocity, however, promotes greater protective- 


ness of the ferric hydroxide film, and as a result corrosion rates at times 
decrease with increasing velocity.% : 
Relative acidity or alkalinity within the neutral range, as already 
pointed out, is a minor factor as an influence on corrosion rates. It is 
true that in the absence of air the rate of corrosion of the hydrogen evolu- 
tion type varies with the hydrogen ion concentration.*! But this is as a 
rule not usually important practically, since corrosion of this nature is 
very slow, particularly when the metal surfaces carry salts like calcium 
carbonate precipitated from the solution. It is important, on the other hand, 
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in some cases; in the case of the tin can, for instance, failures known as 
“springers” are due to hydrogen evolution from corrosion, 

The presence of dissolved salts in the water modifies the simple cor- 
rosion process just described, the salts taking part in reactions, both at the 
cathode and the anode, even though the end product continue to be ferrous 
hydroxide and hydrous ferric oxide. These salts influence corrosion rates 
by their effect on the adherence, location and physical nature of the rust 
layer and in the case of many salts by yielding a precipitate that adds to 
the obstructive effect of the rust and the diffusion layer of solution. 

The two most important variables of iron corrosion under neutral 
aqueous conditions are therefore (1.) supply of dissolved oxygen, and (2.) 
deposited protective films. Average corrosion rates of iron submerged in 
quiet water, free of salts that may deposit out, yet containing dissolved air, 
range around 10 to 30 mg. per sq. dm. per day. Conditions like agitation 
or mechanical aeration are accelerating, and the deposition of compounds 
is usually suppressing. 

Ferrous metals normally pit in neutral aqueous exposure. The reason 
for this is that the protection afforded by rust is ordinarily irregular. Breaks 
in the rust layers lead to greater rates of oxygen diffusion at some points 
than at others, with the result that oxygen solution-cells are promoted. 
A fact of importance here is that rust itself is a conductor and may act 
as a cathode in the corrosion reaction. The features of pitting under iron 
rust are too complicated to warrant extended discussion here *; it is suffi- 
cient to call attention to the susceptibility of iron and steel to pitting and 
to the fact that weight loss determinations do not fully take pitting depth 
into account. 

Air-free Solutions. It has been said above that in the absence of air, 
corrosion of the hydrogen evolution type is usually slight to the point of 
being unimportant practically. Hydrogen evolution in waters both with 
and without air has been recognized up to a pH of 9.8.1!° In these tests the 
water was at 180° F. and the rate of corrosion of the hydrogen evolution 
type was as high as 4 mg. per sq. dm. per day. Accumulations of hydrogen 
gas have been found in dead ends of hot water heating systems, and 
Speller 12° believes hydrogen evolution accounts for the attack taking place 
in the absence of oxygen in deep wells and in certain soils. 

Figure 27 1° gives a relation between pH value and volume of hydrogen 
evolved in the absence of air. Corrosion rates of about 13 mg. per sq. dm. 
per day, the corrosion taking place by hydrogen evolution, were observed a 
in tests in which steel specimens were submerged in salt solutions carrying 
air. In the absence of air no hydrogen evolution was detected at the end 


i i i as i i rater pipes. Evans *7 also 
* Baylis 1% particularly has studied this phase of corrosion of iron w piy 


has considered the question. 
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Ficure 27. Iron vs. Aqueous Solutions in the Absence of Oxygen. 


of 110 days. Submersion of steel and cast iron in salt solutions which 
previously had been boiled to remove dissolved air and from which air was 
excluded during test 5* 57 led to rates of 4 to 15 mg. per sq. dm. per day. 
The attack was presumably of the hydrogen-evolution type, though detec- 
tion of hydrogen was not attempted. 

Tests in citric acid of .5% concentration and in solutions of this acid 
buffered with sodium citrate, covering a pH range of 2.41 to 5.54 gave 
rates of (at least) 40 to 8 mg. per sq. dm. per day, in the absence of air. 
The corrosion became progressively less as the pH value increased.®! The 
results indicated that with even a slightly lower pH value than 2.41 the 
rate of hydrogen evolution would become greatly accelerated. These tests 
were of 4-day duration. It is shown in Figure 34 that hydrogen evolution 
becomes rapid at about this pFI value in hydrochloric acid. 


Variation of attack with constituents in solution. Attack by neutral 
solutions varies somewhat with the constituents of the solutions, as already 
stated, through alterations in the nature of the diffusion lavers against the 
metal. Evans *° has studied the effect of salts that take part in the actual 
corrosion reaction at either anode or cathode, and has concluded as follows: 

“The corrosion of iron and steel by a drop of aqueous liquid depends in 
most cases on electrochemical action between the central, unaerated area, which 
becomes anodic and suffers attack, and the peripheral aerated portions, which 


become cathodic, and in general remain unattacked. The velocity of attack 
depends largely on whether the anodic and cathodic products are soluble or 
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insoluble. In the case of pure water, the anodic product, ferrous hydroxide, is 
perceptibly soluble, and spreading outwards becomes oxidized at the junction 
between the aerated and unaerated regions, yielding a brown ring of the 
nearly insoluble ferric hydroxide, which extends over the top of the drop as a 


membrane. The action of salts (in N/10 concentration) may be classified 
as follows: 


_ (1) Salts like potassium chloride, potassium sulfate and potassium 
nitrate yield a soluble anodic product (ferrous chloride, sulfate, or nitrate) 
and a soluble cathodic product (potassium hydroxide), and increase the velocity 
of corrosion; where the ferrous salt and alkali mingle, a ring of ferrous 
hydroxide, oxidizing to ferric hydroxide appears, and extends as a membrane 
over the surface. Outside the.membrane the iron is unattacked, but the 
formation of alkali at the periphery (cathodic portion) causes spreading of 
the liquid. 


(2) Salts like zinc sulfate yield a soluble anodic product, but an insoluble 
cathodic product (zinc hydroxide), which shields the cathodic area from dif- 
fusing oxygen, slightly diminishing the rate of corrosion. 


_ (3). Salts like sodium carbonate, sodium phosphate, and potassium fer- 
ricyanide yield a soluble cathodic product and an insoluble anodic product, 
which forms a closely adherent protective skin, usually invisible, over the 
metal. In such cases, corrosion is almost prevented; but occasionally at 
certain points, especially at the edge of the drop, the film fails to adhere, and 
at such points marked localized anodic corrosion occurs; the breakdown occurs 
quite quickly in more dilute solutions of sodium carbonate. 


(4) Potassium chromate causes passivity even in those parts to which 
oxygen cannot diffuse; no differential-aeration currents are set up, and there 
is practically no corrosion. If, however, chlorides also are present in large 
quantity, the protective film breaks down at the edge, and serious localized 
corrosion will result; nitrates act more slowly than chlorides in causing the 
breakdown of the film, whilst sulfates are still less active in this respect.” 


Water supplies relatively high in calcium carbonate are less corrosive by 
several times than those without this salt. Baylis?” has constructed the 
curve as given in Figure 28 to indicate the boundary in calcium carbonate 
alkalinity where its protection is felt. 











Ficure 28. Approximate Solubility 








Equilibrium of Calcium Carbonate. 
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Treatment of water supplies deficient in calcium carbonate with sodium 
carbonate or sodium hydroxide brings about the desired alkalinity—pH 
relationship. Free carbon dioxide tends to prevent the deposition of 
carbonate or to dissolve it. Lime deposits in boilers are protective, the 
allowable oxygen in the water being higher where these are present. Waters 
which carry too little carbonate to deposit on the boiler walls are sometimes 


treated with lime. 
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Silicates likewise depress corrosion rates of iron, important in some 
water supply systems carrying silicate, and likewise as a treatment method 
for municipal water supplies. In laundry water supplies 15 parts per 
million of silicate is a common dose. 

Other substances improving resistance are zinc sulfate, sodium carbonate, 
sodium phosphate, potassium ferricyanide, chromates.*” * Refrigerating 
brines are commonly treated with sodium chromate or with a mixture of 
sodium dichromate and sodium hydroxide. These brines—concentrated 
solutions of sodium chloride, calcium chloride, or a mixture of calcium 
and magnesium chlorides—have each a concentration range where the 
corrosive effect is least and the attempt is made to keep the brine within 
this range. It is common practice to prevent aeration as much as possible and 
to keep the brines on the alkaline side. Whitman and co-workers 178 found 
a chromate content of 0.17% in brine to depress attack by as much as 90%. 

Danger from pitting lies in the careless use of inhibitors.*® 

In steam systems carbon dioxide gas is undesirable from the fact that 
it tends to acidify the steam condensate and thereby increase attack of iron. 
The same effect is felt with waters high in magnesium chloride, which 
hydrolyzes at higher temperatures to an acid reaction. These waters lie 
at the neutral-acid border line. (See Figure 26.) Trouble from either 
carbon dioxide or magnesium chloride can be eliminated by proper treatment. 

Salts hydrolyzing acid in aqueous solution—aluminum chloride and sul- 
fate, and soluble salts of tin, copper, mercury and ferric iron—are corrosive. 
Protective films are not formed in these and the free acid corrodes with 
hydrogen evolution. Acid mine waters are of this nature. 

Strongly alkaline salts such as sodium carbonate and sodium silicate 
on the other hand act like alkalies and are well resisted by iron. 

Comparison of types of ferrous metals. Some variation in resistance 
to neutral conditions exists among the different types of ferrous metals— 
cast iron, wrought iron, steel, copper bearing steel, etc—but with few 
exceptions the variations are not predictable in degree or kind nor are they 
important from the commercial angle. Variations are likely to show up in 
tests of relatively short duration and do most definitely show up in atmos- 
pheric exposure tests even of long duration: These two conditions have in 
common a capacity for forming a relatively thin film of corrosion product, 
in this respect differing from long-time-submerged exposure and the result- 
ing characteristically thick film. Chappell?4 found the rust-film thickness 
on sheet irons and copper steels after atmospheric exposure to be about 
0005 cm., although the irons were badly corroded and the copper steels 
were in relatively good condition. He records a rust layer thickness of .15 
cm. from submerged exposure. He has further shown by using films of 
filter paper that corrosion rates are progressively lower as the thickness of 
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the film increases. The thicknesses studied covered the range of rust-film 
thicknesses of both atmospheric and submerged exposure. Experience has 
shown that in atmospheres copper steels (0.20 to 0.25% copper) may be 
several times more resistant than steels without copper, yet in submerged 
exposure over a long period of time no significant difference appears. 

After weighing the available evidence of differences in resistance among 
the different types of ferrous metals, Speller 12° has stated “with respect 
to wrought iron and steel in general, the great preponderance of evidence 
points unmistakably to the conclusion that there is no inherent difference 
between these materials with respect to durability.” 

Evans ** has considered the comparative resistance of wrought iron 
plate that had been rolled in two directions and steel and has concluded 
that under conditions giving intense localized corrosion wrought iron (so 
manufactured) is likely to have better behavior because pits tend to spread 
out rather than to penetrate deeply as in the case of steel. “In general, it 
may be said that under favorable conditions there is no reason why steel 
should not have a life similar to that of wrought iron, but that the peculiar 
structure of wrought iron gives it, under certain circumstances a definite 
advantage in deflecting an attack of an intense localized character.” It is 
important to note that by rolling in two directions the cinders in wrought 
iron are worked out into plates. Wire and pipe are not so processed and 
therefore the conclusions of Evans do not apply to them. 

Cast iron and steel are likely to differ in behavior against neutral solu- 
tions. Girard ** for instance found that in dilute aerated sodium chloride 
solution, cast iron corroded evenly with the development of a continuous 
protective rust film, whereas steel suffered localized and continuous cor- 
rosion under a poorly protective layer of rust. The difference was very 
marked over a period of several months. He furthermore found that in 
the relative absence of air the behavior of the two was much alike, without 
in either case the development of a layer of rust. The corrosion rates, 
based on weight loss, were as given in Table 121. 


TABLE 121.—Jron vs. Sodium Chloride Solutions 
Corrosion rate—mg. per sq. dm. per day 


Aerated Not aerated 
Steeles ees eee eat 10.6* 11.0 
Cast SLOM Oa ne ee ea tiese o rase 8.1-7.6 9.5-11.7 


* Strong localized attack. 
Friend 1° likewise found cast iron less susceptible to localized action, in 


sea water (see page 238). . 
Deaeration. Since corrosion of iron is so largely dependent on dis- 


solved oxygen, deaeration is a common preventive method. The solubility 
of oxygen in relatively pure water ranges from about 10 cc. oxygen per liter 
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at 32° F. to about Occ. at 210° F.1° Soluble salts decrease the oxygen solu- 
bility. Fresh waters are usually air-saturated and according to Speller 95% 
of dissolved gases may be removed fairly easily by means of deaerators. In 
these, water is subjected to temperature and pressure combinations suitable 
for extraction of the dissolved gases. They are in common use, of one type 
or another, in industrial water and steam systems. In recirculating systems, 
such as in household steam and hot water heating, deaeration is not usually 
required since dissolved oxygen originally present is used up in a relatively 
short time and is not sufficient in quantity to cause notable corrosion damage. 
Very little corrosion mev be expected over as much as a 70-year period.1!° 
It is particularly desirable in systems of this nature to prevent air leakage. 
Corrosion conditions on steam locomotives are much more severe than in 
stationary plants since the water, originally air saturated as a rule, is not 
deaerated. 

Deactivation.12° Another means of remcving oxygen from water is 
by pre-currosion. The fresh water is run over a large area of replaceable 
iron plates held in a tank. In a properly designed deactivator, attack of 
these plates removes most of the dissolved oxygen, in some cases all of it. 

Sea water. Corrosion of iron and steel by sea water still remains an 
undefeated problem.. Where possible, of course, protective coatings such 
as galvanizing and paints are applied. Steel and cast iron construction of 
ships is an example. Protective coatings are not long-lived, requiring con- 
tinual repainting. Metal so cared for, however, will last for many years. 

Sea water is characteristically both air-saturated and a very good elec- 
trolyte; both conditions promote corrosion. The fact that it is a good 
electrolyte favors localized action of the concentration cell and particularly 
the galvanic types. Inherently, air-saturated sea water is no more cor- 
rosive than air-saturated fresh water,!° but the currents of galvanic and 
concentration cells can flow through greater distances in sea water and 
therefore the cathodic area of a cell may become relatively large, and the 
corrosion more intense. 

Many corrosion investigations have been made on iron and steel in sea 
water.**, 15, 33, 50, 51, 57, 75, 102, 103 Behavior has been particularly well out- 
lined in an English investigation. Bars-were exposed at four widely 
varying localities both below low water level and at half-tide level for 
periods of five and ten years. A summary of the results is given in 
Table 122. The weight loss results give average corrosion rates, including 
loss due to both general corrosion and pitting. 

A number of interesting conclusions may be reached from a study of 
these results and the author’s observations : 


1. Effect of location. Corrosion at Colombo was only slightly greater than 
that at Plymouth in the five-year test. Corrosion at Halifax was 1.2 to 2 
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times greater than that at Auckland. Both at Colombo and Auckland the 
specimens became heavily coated with marine life, whereas those at 
Plymouth and Halifax were substantially free of life. If the presence of 
marine life has an effect on the total corrosion of iron and steel, this 
effect in these tests was obscured by other variables. 

2. Effect of metal composition. So far as these tests indicate, there is nothing 
to choose between wrought iron, carbon steels, and steels carrying low 
copper or nickel. Specimens without mill-scale in general lost slightly 
more in weight than those with mill-scale, but were pitted to a slightly 
less extent. Cast iron definitely suffered less. from pitting and general 
corrosion, but suffered an internal attack, possibly graphitization, that was 
as penetrating and damaging as combined pitting and general attack were 
to the other materials. 

3. Effect of time. Five-year tests compared with ten-year tests, at Auckland 
and Halifax, indicate that average corrosion rates, both on the basis of 
weight loss and pitting, are somewhat less over the ten-year period. 

4. Effect of exposure. At Halifax and Auckland, and to a less degree 

Plymouth, submerged exposure was more corrosive than half-tide exposure. 

At Colombo, curiously, half-tide exposure was 2 to 3 times as corresive. 

Boiler corrosion. Boiler corrosion * 31, 60, 63, 89, 110,116 js gq special 
case of corrosion in neutral aqueous conditions. Water exposed freely to 
the air has normally on the order of 6 cu. cm. per liter of oxygen. If carried 
into the closed system of which the boiler is a part, all this oxygen would be 
available for the corrosion reaction, and attack would be very extensive 
indeed. Asa preventive, oxygen in so far as feasible is removed by means 
of preheaters, deaerators, or deactivators. According to Speller* the 
oxygen must be reduced to 1 to .03 cu. cm. per liter to keep its damaging 
effect down. Some waters—those of higher acidity and those that do not 
deposit a thin protective type of film on the metal—require more extensive 
removal of oxygen than others. 

Free and half-bound carbon dioxide, which has some corrosive power in 
the closed system, is also largely driven off by preheating. 

Deaeration by itself is often not a sufficient preventive of corrosion. 
Some waters are acid and others carry salts, as magnesium chloride, that 
decompose under heat to form acid. Since acid will corrode iron seriously 
even in the absence of oxygen, it is necessary to treat such waters with 
alkali. It has been found that a minimum pH of 11 within the boiler is 
desirable, but that too strong an alkaline condition may lead to excessive 
pitting or to embrittlement attack (see later on). 

Substances like calcium and magnesium carbonate, calcium sulfate, and 
calcium and magnesium silicate decrease in solubility with temperature 
rise. Treatment of feed water is common to prevent the excessive forma- 
tion of a hard adherent scale of these substances within the boiler. These 
scales are undesirable not only because they cause overheating and poor 
heat transfer, but also because they promote localized conditions of high 
temperature and breakdown of acid-forming salts that lead to corrosion. 


* Private comment. 
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Locomotive boilers are likely to have a more difficult corrosive condi- 
tion than stationary boilers, due to the fact that the bulk and inconvenience 
of deaerating and pre-treatment equipment prevent taking full advantage 
of these,18: 59 77,110 

Certain special features of corrosion of steel boilers have been exten- 
sively studied within the last few years and the understanding of the 
mechanism of attack that has resulted has been an important contribution 
to corrosion data. The stresses to which boiler plate is subject are generally 
of a fatigue nature resulting from the vibration set up in the generation 
and release of pressure within the boiler. In the construction of a boiler 
it seems to be usual to allow a theoretical factor of safety of 34 to 5.43 The 
actual working stresses run probably considerably higher than the theoretical, 
due to such factors as poor alignment of rivet -holes, stress concentration 
at the discontinuity of the holes, heat expansion stresses, stresses set up 
in the riveting, forced alignment.? It is believed that working stresses in 
some cases actually run up around the yield point. When stresses of this 
intensity are accompanied by certain corrosion conditions within the boiler, 
serious accelerated attack of one of two types takes place—deep trans- 
crystalline pitting of the type associated with corrosion fatigue, or weaken- 
ing penetration along grain boundaries. 

Corrosion fatigue of boiler plate has been discussed by several. 9? 8°, 127 
The important single factor bringing about this type of action is high 
cyclic stress; no association with any particular water condition seems to 
have been made although laboratory tests indicate that brackish and salt 
water and certain hard or alkaline waters are more damaging than fresh 
water, and fresh water more damaging than steam vapor. On the other 
hand corrosion fatigue cracks have occurred even with distilled make-up 
water. McAdam’s laboratory investigations of corrosion fatigue have 
shown that exposure to simple aerated water when accompanied by cyclic 
stress of moderate intensity is extremely damaging to the strength of steel. 
The degree of damage is more dependent on the number of cycles of stress 
and on frequent wide variations of stress than on the time of exposure. 

The principal weapon against corrosion fatigue of boilers is to keep 
working stresses down to a minimum. Dinger 32 suggests that for ordinary 
Class “B” boiler plate the fiber stress should not exceed 10,000 lbs. per sq. in., 
and that 9,000 Ibs. per sq. in. would be better. He believes that a factor of 
safety of six will give a safe boiler, of five a somewhat doubtful one, of four 
a dangerous and unsafe one. 

The second serious type of boiler corrosion—intercrystalline weaken- 
ing—occurs almost entirely at riveted seams.” 7% 127 Cracks develop 
running along the line of rivet holes, at tube ends or at random along any 
seam. Instances of this nature are confined to three types of water :—(1) 
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natural alkaline; (2) waters made alkaline with soda ash treatment; (3) 
waters made alkaline by zeolite treatment. 

The action differs from that of corrosion fatigue in that the change in 
the metal takes place in the intercrystalline material rather than in the 
crystal grains. Failures of this nature have been associated entirely, as 
far as known, with boiler waters of relatively high caustic soda con- 
centration in combination with relatively low sodium sulfate concentration. 
The sodium carbonate in boiler water characteristically decomposes within 
the water to give free sodium hydroxidee** 81,144 Straub believes from 
the indications of laboratory tests, that caustic becomes concentrated in the 
capillary spaces of seams and tube ends and it is this condition combined 
with the high stresses in the metal that leads in some way to deterioration 
of the intercrystalline material. It is known that caustic attacks iron with 
liberation of hydrogen,?® and it also has been demonstrated 13? that atomic 
hydrogen may lead to intercrystalline embrittlement. . 

Among Straub’s laboratory results 14% is the important one that in the 
case of ordinary steel, the susceptibility to intercrystalline penetration has 
been very marked at stresses just above the yield point under conditions 
where no effect was noticeable at a stress slightly under the yield point. His 
explanation seems a reasonable one—the stretching of the metal at and. 
above the yield point breaks what protective layer of corrosion product 
may exist on the surface of the metal, thus facilitating further action and 
penetration of the damaging substance, whatever it may be. 

Fortunately, means of preventing this type of failure are available. 
According to Straub, no case of failure has been experienced where the ratio 
of sodium sulfate to sodium hydroxide in the boiler water is above a certain 
minimum, the minimum depending on the boiler pressure. In the Ameri- 
can Society of Mechanical Engineers Boiler Construction Code? it is recom- 
mended that the sodium sulfate should be maintained at the minimum values 
in Table 123 in relation to the sodium carbonate. 


TABLE 123.—Desirable Boiler Water Condition. 


Working Pressure Relation of Sodium Carbonate 
of Boiler (lb. gage) Alkalinity to Sodium Sulfate 
0-150 i soliton) 
150-250 1 to 2 
250 and over tog 


The mechanism of the inhibitive effect of sodium sulfate is not entirely 
clear, but Straub’s experiments suggest that it depends on concentration 
and precipitation of sulfate within the capillaries. 

It is also known that in addition to sodium sulfate, other substances 
such as sodium carbonate (undissociated), tri-sodium phosphate, tannin, 
and other substances act as inhibitors to the damaging effect of the caustic, 
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so that a correct minimum ratio of sodium sulfate to sodium hydroxide 
should take into account possible concentrations of these other substances 
in the water. As preventive water treatment, sulfates, phosphates, tannin, 
sulfuric acid, etc. are added.93 Straub 123 recommends also the use of 
inside caulking rather than outside in order to prevent capillary accumula- 
tion of water. McCabe ® suggests a different approach—the elimination of 
riveted joints and their high internal stresses. Avoidance of the possibility 
of stresses around the yield point is, of course, a preventive. 

Underground waters. Corrosion of buried pipe, though virtually non- 
existent in many cases, becomes a serious problem with some soils. Attack 
when it does occur is of a highly localized nature, due to the action of 
solution-cells. In one case, 300 miles of pipe dug up after 35-years’ service 
was in such condition that it was resold for use in other buried service. 
It has been figured that pipe lines may last as much as one hundred years 
in some localities. In extensive field tests 8? irons and steels were corroded 
in underground exposure at rates ranging from .0002 to .005 inch per year 
(1.2 to 30 mg. per sq. dm. per day), based on weight loss determinations 
and were pitted at rates of :01 to .03 inch per year (60 to 175 mg. per sq. 
dm. per day). Potential differences of significant magnitude may exist 
in the ground,”® and these undoubtedly have some influence on corrosion. 
More intensely corrosive cells, however, seem to be set up at the surface 
of the pipe due to irregular distribution of soil particles, and by variations 
in oxygen supply from point to point. The existence of “pipe line currents” 
has been demonstrated,”® as well as the existence of earth potentials in the 
neighborhood of buried pipe. These are manifestations of cells that are 
often powerful enough to damage the pipes in a serious way. Kuhn ®° has 
found corroded spots on water mains to aggregate about 1% of the total 
exposed pipe area, with 8% as an extremely high value. The entire uncor- 
roded surface of the pipe in such a case would be potentially cathodic. 
Fortunately, polarization, low rate of oxygen supply, and corrosion-product 
accumulation tend to suppress the flow of currents in these cells. 

Water content of soil, air content, type of soil as this affects the mobility 
of the water, as it relates to the building of protective films (lime, etc.), 
and as it determines the specific corrosiveness of the soil, are all variable 
factors. , 

Stray currents where they exist, contribute to the corrosion of pipes 
by tending to intensify current density at anodic points and by mee 
the polarity, magnitude, and distribution of both earth currents and “pipe 
line currents.” 

Buried pipe is ordinarily protected on its outer surface by paints, bitu- 
minous substances, fabric wrapping, etc., although of course these do not 
continue completely protective over long periods of time. 
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Food products. The main limitation in the use of iron for food 
handling equipment lies in its lack of resistance to the atmosphere and to 
aerated waters. Foodstuffs as a class carry high percentages of water and 
equipment handling them during processing has, as a rule, aqueous condi- 
tions in the neutral to acid range to contend with. Tin coatings and zinc 
coatings are protective methods, likewise glass enamel. 

The presence of iron salts in foodstuffs is harmless from the standpoint 
of toxicity. The beneficial effect of iron taken into the human system is too 
well recognized to require comment. 

Atmospheres. Irons and steels normally rust and pit in atmos- 
pheric exposure. The rate of attack is dependent on a number of variables, 
the most important being relative humidity, and impurities—dust particles, 
salinity, sulphur compounds—in the atmosphere. The film of moisture 
collecting on the metal in atmosphere of moderate to high humidity is air- 
saturated, and the corrosion produtts accumulating on irons and steels 
control by their physical character how corrosive this air-saturated solution 
will be. Dry atmospheres are not corrosive ; thus, unprotected iron may last 
for centuries in dry climates without deterioration. In relatively pure 
atmospheres a critical humidity seems to exist, in the range of 43% to 68%, 
above which corrosion becomes marked.9® 122, 123, 124 
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FIGURE 30. Iron and Steel vs. Rural Atmosphere, Showing 
Effect of Copper Content. Specimens were 0.031 in. thick. 


Corrosion rates of ordinary iron and steel in atmospheric exposure are 
on the order of 6 to 40 mg. per sq. dm. per day, based on weight loss measure- 
ments for the more corrosive atmospheres, with pitting rates ranging higher 
than this—possibly 30 to 70 mg. per sq. dm. per day. Industrial atmospheres 
are more corrosive than marine or purer moist atmospheres.*® 104, 110, 129 

Steel and iron carrying a small copper content (0.15 to 0.25%) are 
more resistant by several times than ordinary steel and iron, the rust that 
forms being of a dense and hard nature, rather than loose and poorly 
adherent as characteristic of rust on ordinary iron and steel.14 *!_ The effect 
is illustrated in Figures 29 and 30. The atmospheres were industrial 
(Pittsburgh) and rural (Fort Sheridan) respectively. The specimens were 
22 gage (.031 inch thick). Comparison of the two figures brings 
out the much more rapidly corrosive nature of the industrial atmosphere. 
Parallel tests have also been in progress in the seacoast atmosphere of 
Annapolis, Md. This proved to be less corrosive than the Fort Sheridan 
atmosphere, as shown in the table following. 
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Iron vs. Atmosphere. 


Annapolis Fort Sheridan 
4/9/17 
Date begun ..... 10/17/16 
Date inspected .. 5/7/28 4/16/28 
Number of sheets in test: 
Copper-bearing .............-.++0+- 148 es 
Non-copper-bearing .........0..00. 79 
Failures: ; : en 
Copper-bearing 5 i%.c0e oans s Peeters = 
Non-copper-bearing ..............- 23 
Per cent failures: 
Copoer-bearinge .n.c22 cee eee eee 0.7 aes 
Non-copper-bearing .........+ese0: 29.2 : 


Copper-bearing steel and iron, like ordinary ferrous metal, require 
painting or other protection in atmospheric exposure. The advantage in 
the copper content, a very real one, lies in its better resistance at breakdown 
points in the protective coatings. 

Iron and steel in most types of atmospheric exposure, even indoors, 
require protection to prevent rusting. With machine parts wiping with 
oiled rags is sufficient. Paints, metal coatings, and layers developed by 
controlled corrosion are other means, painting being the most useful. The 
principal deficiency of painting is its temporary nature, periodic painting 
being necessary for most purposes. Zinc (galvanizing) is the most 
common of the metal layers. Tin coating is common for small iron articles 
intended for mild exposure conditions. Tin and zinc coats are commonly 
painted. Cadmium plating is efficacious though expensive. Nickel and 
chromium plates, based largely on appearance requirements, are in wide- 
spread use. Aluminum, copper, and brass layers have minor use. 

Neutral aqueous corrosion as revealed in fatigue tests: Stress accel- 
erated corrosion. Probably the most sensitive instrument for measuring 
the damage suffered by metals in surface corrosion is the fatigue test. 
A great deal of investigation in this direction has, within the last few 
years, given extremely interesting _ results.58®6 The more important 
conclusions relating to steels are given below, the term “damage” being 
used synonymously with “drop in fatigue limit.” 

1. Steels in an unstressed condition exposed_to aerated water suffer damage of 


considerable magnitude, the rate of damage becoming less with time. Typical examples 
are given in Table 124; the water in this case was carbonate well water. 


2 The application of alternating stress during the corrosion exposure period 
strongly intensifies the damage. The effect is shown by the curves below, in which 
factors of time, intensity of stress, number of cycles of alternating stress, and rate of 


cycles are related. In general, the rate of damage is greater with increase in each of 
these factors. 


3. The application of alternating stress with corrosion exposure, destroys in time 
most of the advantage in strength gained by alloying and all the advantage gained by 
heat-treament. Thus, a number of steels ranging in tensile strength from 52,000 to 
260,000 Ibs. per sq. in. had no apparent fatigue limit (1450 r.p.m., 30,000,000 cycles) 
range of 12,000 to 30,000 Ibs. per sq. in. when exposed during the fatigue test to a stream 
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TABLE 124.—Steel vs. Well Water. 


Days of stressless Resultant fatigue limit—Ibs. per: sq. in. 
exposure prior to 
fatigue test 46C 20'Gio./ Ni 39 C 1.82 Ni92 Cr 
: 43,000 Spit 75,000 
= ,000 64,000 
4 41,000 48,000 ° 56,000 
10 37,500 44,000 48,000 
50 34,000 37,000 45,000 
100 37,500 35,000 
280 33,500 





Fatigue Limit in Air-Lbs per Sa. in. 


Days Days 
Corrosion Stage Corrosion Stage 


Fatique Limit in Air - Lbs per Sq. | 


Figure 31. Chrome-nickel Alloy Steel vs. Fresh Water and Salt Water. 
The measure of damage is the drop in fatigue limit. The numbers on the 
curves refer to the stress (in thousands) applied during the prior corrosion 
exposure in the fatigue testing machine. 


of carbonate well water. The alloy steels behaved slightly better than the carbon 
steels, and annealed steels slightly better than heat-treated. Nitrided steels seem to 
have remarkably good behavior under stress-corrosion conditions.52, 86 

4. Composition of the water has a large effect on the intensity of damage. Exposure 
of an unstressed alloy steel (.39C 1.82Ni .92 Cr) in three different waters gave com- 
parisons as shown in Table 125. 


TABLE 125.—Steel vs. Waters. 


Resultant fatigue limit—lbs. per sq. in. 
Days of stressless 


exposure prior to Condenser Carbonate Brackish 

fatigue test Water Water Water 

0 75,000 75,000 75,000 

2 72,500 64,000 64,000 

4 70,000 56,000 56,000 

10 65,000 48,000 48,000 

20 61,500 45,000 44'500 

40 59,000 45,000 43,000 

60 58,000 45,000 42,000 


Composition of the water is even more important where stress accompanies corrosion 
exposure. Thus, where the apparent corrosion fatigue limit (1450 r.p.m., 30,000,000 
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Figure 32. Chromium-nickel Alloy Steel vs. Fresh Water 
and Salt Water, Showing the Combinations of Stress’ During 
Exposure, Time, and Rate of Rotation of Specimens to Lower 
the Apparent Fatigue Limit by Fifteen Per Cent. 


cycles ) in carbonate water has, for various steels, averaged around 20,000 Ibs. per sq. in., 
that in brackish water has averaged about 6,000 Ibs. per sq. in. Steam is damaging, 
though to a less extent, than water.52,69 Steam and air mixtures are much more 
damaging than steam in the absence of air. 


5. Inhibitors in waters have been found ito be very markedly beneficial.111 


6. Plated coatings of chromium and cadmium have been variable in their beneficial 
effect. McAdam 84 found cadmium to be. very definitely beneficial, whereas Haven 86 
could discover no advantage. With chromium, McAdam 84 found little if any benefit. 
Fuller 52 found some benefit in one case, and Honneger ®9 found definite benefit in 
one case. 


Acid solutions. 


With several important exceptions, to be noted later, acid solu- 
tions are mildly to strongly corrosive to iron and steel. The greater 
action of acids as compared with neutral solutions is due to three principal 
facts: (1) The invisible ferric oxide layer normally present on iron is 
rapidly destroyed by acids.4? (2) The hydrated oxides of iron, which 
are the secondary corrosion product of the reaction between iron and 
neutral solutions, are soluble in acids. (3) The hydrogen-ion concentra- 
tions of acid solutions make the latter inherently strongly corrosive to iron, 
even in the absence of oxygen (aeration). 

It is generally true that higher concentrations of acids and of hydro- 
gen-ion are more corrosive than lower ; aeration, agitation, and tempera- 
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ture are accelerating. These factors influence the attack of iron much as 
they do the more noble metals like copper and nickel. An important 
difference, however, between iron and these other metals is that acids may 
be strongly corrosive to iron even in the absence of air, although aeration 
is accelerating. 

Some acids are more corrosive to iron than others, as brought out by 
the data in the following pages, but this is practically not a very important 
point. Iron is too strongly attacked by almost all common acids of inter- 
mediate and dilute concentrations to make it a lasting handling material. 
Furthermore, with only few concentrated acids, e. g. nitric, sulphuric, 
chromic, can iron be used ; these are mentioned again later. And with very 
dilute concentrations, iron is useful if the concentrations are weaker than 
about 1/1000 normality (pH 3 to pH 7). Even with these solutions, cor- 
rosion is mild to strong if the aeration conditions are severe. 

Below are given typical rates of attack of iron by acids: 


Iron vs. Acids. 
Mg. per sq. dm. per day 


SIERO Ba ARMIIG: aac One aia oe de § e's os sips «= He 10,000 
Wealdymacidics fa 6 kes eck occ v ee eee ogee 100 
Were CONCentratedin sree: «ca se eiee cess eee os 10 
Special passivating conditions ........-...++: 10 


An example of the low rates of attack in very weak solutions is given 
in the data below in simple immersion tests of 48-hours’ duration in sulfuric 


acids se: 
Iron vs. Sulfuric Acid. 
Mg. per sq. dm. per day 


7 

5 

ré 

9 
70 
540 


v0 
RHNwhUN ra 


Other acids as well as sulfuric are only weakly corrosive in similarly 


dilute solutions. 
Typical corrosion rates in intermediate concentrations of low aeration 


degree (quiet partial immersion) are given in Table 126, these tests being 
run at room temperature for 5 days ”: 


TaBLeE 126.—I ron vs. Acids. 


: fe. ‘ 
Acid Concentration r oes aie 
Hydrochloric ©........se.se+-eeee 1% Le 
Str C Roe re saciste,b ie Aeros ore 1% 
Mahe ee Oe ee tee 1% as 
PANEEIC orgie Fe cay oes Fe Foes es 1% 4 
Le ere tice, PRS as oS oe See Ree a RO 1% 
0.2% 110 


EEG RN cee Se RF teaas «ote oe alle 
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Aeration, as already stated, is accelerating. The rates in Table 127 
were obtained in intermediate and high concentrations in 5-hour, room- 


temperature tests 1%}; 
TABLE 127.—Iron vs. Acids. 
Acid Corrosion Rate—Mg. per sq. dm. per day 
Hydrogen Saturated Oxygen Saturated 
Sulfuric O65 40od, <Fird othe tau bake 480 460 
BOS PR ite one hee 1,100 1,500 
QO Wer Se Peek Pes 440 1,600 
OP Refitaw- on neaeere 180 2,100 
Hydrochlorioy. °4°,)-cucue-sateesnne 180 2,800 
OAb ES or ce ees BY 2,300 
Nitric 1018) Pee eee 370 470 
U2 A ots tees 9,000 11,000 
Acetic glacialamsa sess tt oo se 76 3,800 
Give ee cae ees 37 3,200 


An illustration of very strong acid attack is given by the data in Table 
128 obtained in 24-hour tests with sulfuric acid at different temperatures ® : 


TABLE 128.—Iron vs. Sulfuric Acid. 
Mg. per sq. dm. per day 


cake 
12% 38% 63% 
59 14,000 20,000 200 
82,000 600 
125,000 1,000 
127,000 1,100 


Ficure 33. Iron vs. Aqueous 
Solutions, Indicating the Boun- 
dary Between Strongly Corro- 
sive Acid Solutions and Weakly 
Corrosive Neutral Solutions. 


Specific Corrosion Rate - Mg. per Sa. Dm.per Day per CCQ, per Liter 
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Since neutral and very weakly acid solutions can often be handled with 
iron, it becomes important to note the boundary between these solutions and 
the more strongly corrosive acid concentrations. This division line is a 
rather indefinite one, depending as it does on aeration, acidity, and hydro- 
gen-ion concentration as variables. The curves of Figure 33,1%° indicate 
that in moderately aerated hydrochloric acid the boundary exists at about 
pH 3, whereas in carbonic acid at about pH 4.5. These acids represent 
highly ionized and meagrely ionized types respectively. 

Girard °° found a similar relationship between weakly and strongly 
ionized acids and found further, as given in Figures 34 and 35, that the 
boundary for both weakly and strongly ionized acids lay at about 1/1000 
to 1/100 normality (e.g—.0049 to .049% sulfuric acid). Thus, with increas- 
ing concentration, the different acids pass from the neutral to the corrosive 
acid zone at about the same normality, but at different concentrations of 
hydrogen-ion. 


Carbolic Acid 


EBS 
he NE 
ON 


Corrosion Rate-Mg.per SaDm.per Day 





; Tort Tor ae oF {oe 107 
pH Value Normality 


Ficures 34 and 35. Iron vs. Aqueous Solutions, Indicating Increasing Attack 
with Increasing Acid. 


On the other hand, acid solutions of intermediate concentration and 
higher, if of low aeration, are most corrosive when they have high hydrogen- 
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ion concentration. This relation is shown in Table 129, the criterion of 
attack being quantity of hydrogen evolved ** from specimens of equal area: 


TABLE 129.—Iron vs. Acids. 


: Duration Hydrogen 
Acid 0.20 N pH (hrs.) Evolved (cc.) 

Hydrochloria® 0's visies Se aly = oasis e sans 81 = 
Sulfhric Sac aw oll ae tee ee teats s ie ae ae 
ee or See ea 96 173 
Malicsate icetens'e seihais Oe sie cicbeintecrtiaete 2.24 96 8.2 
ACC el a a eee eats PAR | 96 2.5 
Propiotniew.). «iss apesaaene eeareee sks 2.74 96 None 


Yet aeration and agitation obscure the effect of hydrogen-ion as a factor 
and bring into prominence the effect of total acidity.4%4 (See Table 130.) 


TABLE 130.—Iron vs. Aerated Acid. 
Mg. per sq. dm. per day 


Hydrogen Oxygen 

Saturated Saturated 
Sulphuric: 6%ecais wes aes heen eee 180 2100 
Acetic O90 os Sar he ok deta ee te eee 37 3200 


Iron is commercially useful in handling strong concentrations of crude 
phosphoric acid (sometimes), nitric acid, and sulfuric acid, and in handling 
chromic acid. Chromic and nitric acids are strong oxidizing agents and 
thus maintain an insoluble and protective layer of ferric oxide on the 
surface of the metal.4? Since this layer tends to be dissolved off by the 
acid reaction and to be maintained by the oxidizing reaction, the oxidizing 
capacity of the solution must be dominant to produce passivity. In inter- 
mediate and dilute concentrations of nitric acid, the oxidizing reaction is 
overpowered by the acid, and the attack on iron is strong. 

Chromic being a weakly ionized acid, and yet a strongly oxidizing one, 
is not usually corrosive to iron. Because of this passivity, iron is com- 
monly used for the construction of tanks for holding chromium plating 
baths, where the solution runs in the neighborhood of 25% chromic acid. 
Friend *° has recorded that dilute chromic ‘acid seems to have no action on 
cast iron over a one year period, and Evans *? found that chromic acid 
did not dissolve flaky ferric oxide. He observed, however, that chromic acid 
in the presence of sufficient stronger acid (sulfuric) failed to produce 
passivity, but rather enhanced corrosion. 

The good resistance of iron to concentrated sulfuric acid 43 is fortunate 
since it makes possible the use of the various grades of iron in the construc- 
tion of sulfuric acid plants, and the general handling, shipment and storage, 
piping, and valving of strong sulfuric with cast iron and steel equipment. 
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In the following tables are given several sets of data outlining the action 


of concentrated sulfuric acid. Wells and Fogg }25 have summarized as 
follows: | 


_ “Acids of all strengths from chamber acid to 100% H,SO, have very 
little action on cast iron at ordinary temperatures. If boiling, the weaker 
acids attack cast iron vigorously. The action decreases as the strength 
of oe acid increases until at 98% H,SO, the iron is scarcely attacked 
at all.” 

They also state that acid below 100% acts more rapidly on wrought iron 
than on cast, especially at high temperatures. The data below do not show 
consistently better behavior for cast iron. The results in Table 131 were 
obtained in air-excluded sulfuric at 65° to 68° F. with a test period of 72 
hours :76 


TaBLeE 131.—Iron vs. Air-Free Sulfuric Acid. 


Mg. per sq. dm. per day 
Sulfuric Acid Sulfur Trioxide 


Cast Ingot Wrought 
Jo %o Iron Iron Iron 
48.8 39.9 1600 

61.2 50.0 39 78 
67.7 550 21 20 
73.4 59.9 17 16 
79.7 65.0 39 ; 29 
83.7 68.4 35 27 
85.1" 69.5 ak 26 
88.2 72.0 41 36 
90.6 73.9 } 45 34 
92.0 y pe} 25 26 
93.0 75.9 19 25 21 
94.1 77.0 19 23 17 
95.4 77.9 31 37 33 
96.8 79.0 25 20 a5 
98.4 80.3 17 13 16 
98.7 80.6 14 13 15 
99.2 81.0 14 10 BS 
99.30 81.07 14 10 13 
99.50 81.25 14 10 12 
99.77 81.45 17 10 12 
100. 81.63 22 23 19 
81.8 51 97 81 

82.02 48 72 113 

82.28 34 110 170 

82.54 39 240 270 

82.80 38 145 330 

83.50 20 190 390 

84.20 68 260 230 

84.62 69 350 190 

85.05 19 500 390 

86.00 18 62 120 

88.24 11 8 13 


90.07 Fea) 5 5 
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The data in Table 132 were obtained at 65° to 70° F. in 50 to 65 hours 


exposure.?® 


TABLE 132.—Iron vs. Sulfuric Acid. 


Mg. per sq. dm. per day 


Sulphuric Cast Mild 
id Iron Steel 
60 270 130 
65 52 20 
70 30 20 
75 30 18 
80 33 18 
85 33 16 
90 64 75 
95 75 80 
100 64 160 


The data in Table 1 


33 were obtained in 28-day, agitated tests at 86° F. :*4 


TABLE 133.—Iron vs. Sulfuric Acid. 


Sulfuric Acid Mg. per sq. 
% dm. per day 
80 300 
“kG 55 
87.9 55 
89.3 14 
89.3 15 
90 130 
94 90 
97.4 10 


¢ 


Concentrated sulfuric acid is moisture-absorbing and thus self-diluting. 
If left open to moist air, the acid will in time drop in concentration to as 
low as 35 to 40%, which is within the very corrosive range. This point is 


well to keep in mind. 
Motion of concent 
an accelerating condit 


rated sulfuric acid past an iron surface is sometimes 
ion due, it is assumed, to removal of the protective 


coating of hydrous ferrous sulfate. The effect is illustrated by the data in 
Table 134 from 48 hour tests.131 


Acid concentration 
‘Oo 


80.5 
89 
91.9 
94.8 
97.8 
100. 


TABLE 134.—Iron vs, Sulfuric Acid. 
Mg. per sq. dm. per day 


At rest 0.3 ft. per sec. 2 ft. per sec. 
79 240 
320 140 
250 1100 
100 170 430 
120 1200 1000* 
1100 os 3800* 


* Samples Previously exposed at rest. 


IRON AND STEEL 253 


As the tests in 89 and 100% acid will indicate acceleration does not 
always result. The important point is that the possibility exists. Fawsitt 
and Powell *® mention that agitation of acid in a drum by shaking or 
hammering the drum is sufficient to accelerate action noticeably. 

A second characteristic of the action of concentrated sulfuric on iron 
is the slowing down of corrosion rates with time, important as a factor for 
consideration in applying corrosion rate data. Here again, the rule is not 
entirely inviolate, as indicated by the rate in Table 135 in 80.5% acid. The 
tests were made in acid at rest at room temperature, 131 


TABLE 135.—Iron vs. Sulfuric Acid. 


Acid concentration Mg. per sq. dm. per day 
Jo First 48 hrs. Second 48 hrs. 

80.5 79 130 

89.0 320 200 

91.9 250 190 

94.8 100 <6 

97.8 120 63 

100. 1100 <6 


These results as well as those given before point to considerable variability 
in the action of concentrated sulfuric on ferrous metals. 

Finally, Whitman and Russell 181 found that steel specimens corroded 
at a very much greater rate at locations abraded by the glass rod by which 
they were kept in motion—a rate as high as 150,000 mg. per sq. dm. per day 
being obtained. The conclusion is reached that strong abrasion as well as 
agitation is sufficient to upset the protection of the sulfate film. 

The action of fuming sulfuric acid is indicated by the data 7® on page 
251. Although cast iron is attacked less from the weight loss standpoint, 
it is subject to an embrittling action when used with fuming sulfuric, due, 
it is believed, to reaction between sulfur trioxide of the acid and the silicon 
in the metal.” 6 

The data in Table 136 were obtained in sulfuric-sulfur trioxide mixture 
at 65° to 72° F., in 50 to 60 hours exposure.® 


TABLE 136.—I/ron vs. Sulfuric-Sulfur Trioxide. 
Mg. per sq. dm. per day 


oO 
Free SO, Cast Iron Mild Steel 
24 50 80 
20 18 80 
15 30 220 
10 42 260 
5 50 200 


In the pickling of iron and steels, usually accomplished in hot 2 to 15% 
sulfuric acid, it is desirable to prevent solution of the metal, yet at the 
same time to have the scale completely removed.*:> Certain organic sub- 
stances added to the bath act as inhibitors to action on the metal, by forming 
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: ne ae 
a film that obstructs the cathode (hydrogen evolution ) reaction.** Proper 
use of inhibitors prevents “over pickling,” pitting of the metal surface, 


hydrogen embrittlement, and excessive depletion of acid.* B10; 28 a CAGE 
and Ely 22: 23 tested the effect of a number of inhibitors, the better ones 


suppressing corrosion to 1 to 2% of that occurring in the absence of 
? . . fe} 
inhibitors. The tests were made in 4% sulfuric at 160 F. 
Chapman 2° has given the data in Table 137 on steel in concentrated 
mixtures of nitric and sulfuric, presumably at room temperature. 


TasLE 137.—Sulfuric-Nitric Mixture. 


: Mg. per sq. 
Mixed Acid dan perdag 
Sulftiric cn. ps: ateone roe 53% 
Nitric ana neater nee 45% 13 
Waters. sane asec ce ee 2% 
Sulfuric 2 .-¢on.e pie ee 74% 
Nitries:4 fee ss ee ee 9% 8.5 
Watttiuattii rs eee 17% 


Bate ° found concentrated mixtures of nitric and sulfuric acids with up 
to 20% water were well resisted by cast iron and steel. With 25% water 
the attack was greater. His tests were made at 65° to 72° F., over a 50 to 
65-hour period. (See Table 138.) 


TABLE 138.—Iron vs. Sulfuric-Nitric Mixture - 


Concentration % Mg. per sq. dm. per day 
Sulfuric Nitric Water Cast Iron Mild Steel 
70 30 27 27 
75 25 27 22 
80 20 30 25 
85 15 33 22 
90 10 50 27 
95 5 50 15 
45 30 25 55 74 
50 25 25 60 77 
55 20 25 62 91 
60 15 25 72 97 
65 10 de 7A 160 
79 5 25 260 18,000 


Nitric is extremely corrosive to iron and’steel in dilute and intermediate 
concentrations. Five-hour tests with mild steel gave the data in Table 139. 


Yet in concentrated acid, iron is in the passive state, with no appreciable 
corrosion.‘ 90 


TABLE 139.—Iron vs. Nitric Acid. 


Normality Mg. per sq. dm. per day Normality Mg. per sq. dm. per day 
1/10 1,630 2 112,000 
1/5 4,200 5* 1,400,000 
1/2 20,500 S.G. 1.42 120 
1 53,000 


* 50 minute test. 
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According to Monypenny,® acid of 1.3 to 1.35 specific gravity (47 to 
56% ) at first attacks iron, then tends to become non-reactive. The common 
grade of concentrated acid is 65 to 70%. This lies within the substantially 
non-reactive range and is often shipped, mixed with concentrated sulfuric, 
in iron drums and tank cars. Thompson 8 has reported corrosion rates 
of 10 to 100 mg. per sq. dm. per day for iron and steel in 68% acid. Yet 
Bate ® records very strong action of concentrated nitric carrying nitrous 
acid on cast iron. The tests were made at 65° to 70° F., and ran 50 to 60 
hours. (See Table 140.) 


TABLE 140.—I/ron vs. Nitric-Nitrous Mixture 


Concentration % Mg. per sq. dm. per day 
Nitric Nitrous Cast Iron Mild Steel 
94 0.7 6,000 40 
90 3.2 4,000 93 
85 2.4 4,200 84 
80 2.9 3,500 100 
75 3.6 4,300 103 
70 2.0 4,700 103 
65 1.0 4,500 107 


Crude concentrated phosphoric acid is well resisted by iron 2° 9 102 
due presumably to the presence of some substance other than phosphoric. 
Arsenic has been inhibiting when added to pure phosphoric. Pure phosphoric, 
dilute and concentrated, is very corrosive to iron. 

Is one type of ferrous metal better than another in handling acid solu- 
tion? This point has been widely investigated ; the only clear-cut generaliza- 
tions resulting are that no one type of metal among the common unalloyed 
and low-alloyed irons and steels invariably is superior to the others, and 
that the apparent superiority of one type in any single set of conditions may 
not hold if the conditions are only slightly varied. ° 

On page 251 *¢ are corrosion-rate data for three types of iron in sulfuric 
acid. The differences in apparent resistance are noticeable, yet it is very 
doubtful whether, in view of the vagaries of corrosion in general, these 
differences are at all reproducible or important. The data are given as an 
illustration of comparisons that are not widely useful, although the data as 
a whole are important. 

By substantial additions of alloying elements to cast iron, resistance to 
acids may be greatly improved. Thus the silicon-iron alloys * are extremely 
good against acids. Another commercial alloy cast iron carrying 14% 
nickel, 6% copper, and 2 to 3% chromium is useful with acids. Throughout 
most of the range of acid solutions, this metal is better than ordinary cast 
iron, sometimes—as in aerated dilute sulfuric—being as much as 100 times 


* See chapter on Silicon Iron. 


— . « :| a 
4 bin 
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better. Figure 36,!*° carries corrosion rate data of this alloy in sulfuric 
at room temperature and hot, both at rest and agitated (mildly aerated). 
Tests in hot 90% sulfuric, both at rest and agitated, showed no advantage 
for the alloy over ordinary cast iron. It is particularly useful in dilute and 
very dilute acids. In intermediate concentrations, the attack is moderately 
high, as indicated for phosphoric in Figure 37. The rates for ordinary 
cast iron under similar conditions were 50 to 100 times greater. 

Against strong acid-oxidizing conditions (e. g. dilute and intermediate 
concentrations of nitric, and acids carrying ferric salts) the alloy is not 
suitable. 
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Ficure 36. Alloy Cast Iron vs. Ficure 37. Alloy Cast Iron vs. 
Sulfuric Acid. Phosphoric Acid Under Con- 
stant Agitation. 


Further comparisons between ordinary cast iron and this alloy. cast 
iron are given in Table 141.8 


TABLE 141.—IJron vs. Acids. 
Mg. per sq. dm. per day 
Acid Conc. % Time Tsp. 


Ordinary Alloy 
Hours Cast Iron Cast Iron 
Sulfuric 5 by vol. 120 68 12,000-14,000 27 
78 by vol. 4 203-212 6,200 3,200 
Hydrochloric 5 by vol. 120-648 Roo: 4,400 
Acetic 25 by vol. 168 Raerd 3800 53 


6.8 
Alkaline Solutions. 

In general, iron and steel ar 
alkaline solutions. In this gro 
sodium, potassium, barium and t 
silicate and phosphate. 
hydroxide. 


e, for commercial purposes, resistant to 
up of substances are the hydroxides of 
he alkaline salts such as sodium carbonate, 
Aqueous solutions of these salts carry sodium 
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As already stated, iron is more resistant to alkaline solutions than to 
neutral. The boundary between the alkaline and neutral zones marking 
the first appearance of this greater resistance lies at a pH of 9 to 10. A 
very low concentration only of the stronger alkalies, such as sodium 
hydroxide, tri-sodium phosphate, and sodium silicate, is required to throw 
the solution on the alkaline side of this boundary. A somewhat higher 
concentration of the more weakly alkaline substances, as sodium carbonate 
and ammonia, is required, and the very weak alkalies like borax and 


di-sodium phosphate, even in substantial concentration, barely attain the 
“alkaline zone.” 


The relation between concentration of alkali and corrosion rate of steel 
is given in Table 142. In these tests, the solutions were open to the air 
at room temperature, and the duration was 22 days.®* 


TABLE 142.—Iron vs. Alkaline Solutions. 


NaOH Mg. per sq. | CatOn), Mg. per sq. 
Grams/liter dm. per day Grams/liter dm. per day 
0 10 0 10 

.001 9 .0013 9 
01 9 013 8 
4 11 a 6.5 
1 4 67 0 
10 .03 FS 0 
100 08 
540 03 


The resistance of iron to alkaline solutions is due to the development 
of a thin protective oxide film on the metal surface. Tests‘? have shown 
that neutral and alkaline solutions corrode iron in the first few minutes 
of exposure at practically the same rates, but that with time the rate drops 
more rapidly in the case of alkaline solutions. The data are plotted in 
Figure 38. 

Conditions that may change the physical structure and adherence of this 
protective coating, or constituents in the solution that may have greater 
penetrating capacity, such as chloride, are causes of higher corrosion rates 
than the negligible rates ordinarily occurring in alkaline solutions. Aeration, 
- elevated temperatures, the presence of dissolved carbon dioxide and of 
chlorides are accelerating conditions. 

Actual corrosion rates of iron and steel in alkaline solutions at room 
temperature range under 1 mg. per sq. dm. per day. Very weak alkaline 
solutions corrode at rates intermediate between these, and the rates obtained 
in neutral solutions, or 10 to 20 mg. per sq. dm. per day. . 

The protective film that develops on ferrous metals in an alkaline solu- 
tion is destroyed if the metals are withdrawn from the solution. Thus 
alternate exposure to alkaline solutions and either neutral solutions or the 
air will lead to rusting. Where rusting is undesirable, other metals are used. 
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Figure 38. Steel vs. Air-saturated City Water with and without Caustic 
Additions, at 150° F, 


In hot concentrated caustic solutions the protective film on ferrous 
metals is destroyed or at least damaged, and corrosion rates become rela- 
tively high. In spite of this, certain types of equipment for handling hot 
concentrated caustic are commonly made of heavy iron and steel con- 
struction. In the case of cast iron, and undoubtedly steel, resistance is 


materially improved by additions of nickel. A number of corrosion rates 
are listed below: 


1. Submersion in evaporator concentrating caustic soda from 30 to 50%, at 
179° F., for 380 hours. 72 


Steel: «onc < oe a eee 20 mg. pef sq. dm. per day 
Casi Tron. 245.0 sare eee 35 mg. per sq. dm. per day 


to 


Submersion in caustic soda during concentration from 32 to 52%, at 185° 
to 196° F., for 4% to 5% hrs. under 660 mm. mercury average vacuum. 72 


stéel. ’auavss cite eas 3,500 mg. per sq. dm. per day 


3. Submersion 97 in vacuum evaporator during evaporation of (1.) caustic 
soda carrying originally 950 gm. NaOH and 12 gm. each NaCl and Na,CO, 
per liter; (2.) caustic potash carrying 950 gm. KOH per liter—over tem- 
perature range from 320° to 750° F. for 6 hrs. (See Table 143.) 


4. Submersion in evaporator concentrating caustic soda, made by the 
“ammonia-soda” process, from 50 to 65% under vacuum of 26 in., for 
54 days. 72 (See Table 144.) 
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TABLE 143.—I/ron vs. Caustic Solutions. 


Mg. per sq. dm. per day 
Caustic Soda Caustic Potash 


fast cifots. «ics. % (unalloyed) 25-130 105-150 
Bockeliag isa.ta's 3.06% 8.9 
IN GEOL ride «sath 3.02% 12 15 
Nitkel eee <6 3s 6.50% 9.3 10 
Nickel .te ts 12.36% 48 22 
Chromitim 7... ¢. 3.09% 19 54 
@hronuuiness 7.279% 13 65 
Chromium ...... 11.58% Seah 50 
Nickel 5.86%, Chromium 4.88% 48 1.4 
LOOONOL. on cecetcee 3.95% 48 115 
Copiers s: .6s tas 5.08% 35 160 
TABLE 144.—I/ron vs. Caustic Solution. 
Cast Iron Mg. per sq. 
Nickel Content dm. per day 
0 366-458 
= 9 235 
5 247 
15 152 
20 17 
20* 31 
30 2 


* Specimen carried 2% chromium. 


Very high concentrations of caustic and fused caustic are severely 
corrosive to cast iron. Under these-conditions, also, nickel is beneficial : 


1. Rods rotated at high speed in caustic during concentration from 757% 


to anhydrous. 72 Mg: per sa. 
dm. per day 
ee ee eee oe ee ee 6,660 
Cast iron with 20% nickel .......0.seceees. 760 
Cast iron with c07o nickel 2. oP. veins enn te 680 
2. Submersion in caustic cartying 5 to 10% water at 675° F. for 4 hours.7? 
Mg. per sq. 
dm. per day 
De TL Pee OR ho eC ee 5,979 
Cast iron with 1.34% nickel .............. 2,591 
Cast iron with 3.54% nickel ............-- 2,118 
Cast iron with 15.12% nickel .............. 299 


3. Submersion in anhydrous caustic at 675° F. for 4 hours and 24 hours.?? 
Mg. per sq. dm. per day 


4 hrs. yeti 
ast cit Of eae Sas be aoe oho ead ces ace 844 
Cast iron with 2.91% nickel ........ 707 619 
Cast iron with 16.66% nickel ........ 283 101 


Hot moderately concentrated caustic solutions have a tendency to 
embrittle steel—a subject that has been discussed already.* 


# See paragraphs under Boiler Corrosion. 


eS 
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Aqueous solutions of ammonia, although much weaker in hydroxyl-ion 
concentration than caustic alkaline solutions, have slight to no action on iron 
and steel. Ammonium hydroxide has the capacity of passivating iron com- 
pletely. For instance, in aerated, agitated solutions ranging from .02 to 
25% ammonia concentration, at room temperature, no faintest sign of cor- 
rosion took place.*? Ammonium chloride added to an 0.6% solution of 
ammonia caused localized attack; yet when added to a stronger solution— 
8%—the specimens again were passive. Strickland 145 on the other hand 
found rates of 15 to 50 mg. per sq. dm. per day in an 8-day test in hot 
concentrated ammonium hydroxide. 

The varieties of iron are widely used in storing and handling ammonia 
in aqueous solution, gaseous, and as moist vapors. 


Two-Metal Galvanic Corrosion. 

In galvanic behavior iron acts as an anodic (corroded) metal to copper, 
nickel, bronzes, brasses, chromium, stainless steels (usually), platinum, and 
as a cathodic (protected) metal to aluminum, zinc, and cadmium. Tin and 
lead are close to iron in electrochemical character; tin may be cathodic or 
anodic depending on factors such as aeration, and lead is usually cathodic. 

As already pointed out the corrosion of iron by neutral solutions requires 
the presence of oxygen dissolved in the liquid. The coupling of cathodic 
metals like copper to iron increases the area of metal against which the 
cathodic oxygen reaction takes place, although all the dissolution of metal 
will still be confined to the iron. This feature of galvanic corrosion has 
already been discussed. In considering the galvanic behavior of iron par- 
ticularly, it is convenient to keep it in mind, since iron in neutral solutions 
is susceptible to more pronounced two-metal galvanic attack than other 
metals. | 

Any neutral solution normally corrosive to iron will corrode at a greater 
rate when a cathodic metal is coupled with the iron. The point is illustrated 
by tests of Evans ® in which strips of iron alone and coupled with cathodic 
metals were submerged in dilute sodium chloride for 14 days. The strips 


were 4 cm. by 2.5 cm. and were placed 2.2 cm. apart. The results are given 
in Table 145. 


TABLE 145.—Iron Couples vs. Sodium Chloride. 


Contact Strip Mg. per sq. dm. per day 
NOn@igus sis eons pliewed abe poe ee ee 27 
Léad ti eacvs. te ae mite eee ae ar ee 34 
Wickel> oi 'ccsistt cts «leeraat eat mee ee ee 53 
Copper "cc aerah Seti tree ie ere eee 75 


The degree of acceleration would have been much greater if the cathode 
areas had been larger, in accordance with the usual factors of galvanic action. 
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Evans *° further made tests showing the acceleration of attack on iron 
by coupling with copper in both sodium chloride and tap water. The iron 
specimens had an area of 20 sq. cm. and a breadth of 2.5 cm., the copper 
cathodes were of equal and double area respectively. The tests were made 
at room temperature, and ran for 14 days. (See Table 146.) 


TABLE 146.—Iron:Copper Couples. 
Mg. per sq. dm. per day 


.1.N Sodium Chloride Tap water 
POMIDIG ese etre. oe ore ek hs Boe 27 13 
Cathode breadth—2.5 cm. ........... ; 75 16 
Cathode breadth—5.0 cm. ........... 114 21 


The figures in Tables 147 to 150 indicate the order of galvanic attack 
of iron in couple with copper, in sulfuric and sodium chloride solutions, and 
the dependence of the attack on cathode surface treatment, on relative 
areas, and on total resistance.” 


TABLE 147.—Iron:Copper Couples vs. Sulfuric Acid. 


Conditions: 5% sulfuric; iron anode (0.14 sq. dm.), copper cathode (3.3 sq. 
dm.) ; fully aerated, and agitated solution; 86°’ F.; 20 hrs., 
cathode finished with French emery #0. 


External Resistance Mg. per sq. dm. per day 


Ohms 
026 15.800 
.026 17,800 
105 17,200 


Note: Uncoupled corrosion rate of iron—1723 mg. per sq. dm. per day 


TABLE 148.—Iron:Copper Couple vs. Sodium Chloride, 


Conditions: 3% sodium chloride; iron anode (0.14 sq. dm.), copper cathode 
(3.3 sq. dm.) ; fully aerated, and agitated solution; 86° F. 


1. 2 3. 4, 5. 
Cathode Bes ere meg ike. ae ee Sie 
< aridamy eas) eon 0.105 0.105 0.223 0.223 0.223 
eta en 0.0607 0.0705 0.0652 0.0628 
oe ae ee 0.0444 0.0374 0.0509 0.0544 0.0535 

[x Fast ey Weer a Ape 20 20 6 6 6 
ahs ae ee ik ee . 0.9218 0.7786 0.3221 0.3446 
aay pa . 0.9198 0.7813 0.3183 0.3397 0.3342 
bee nee ies ee 1106 934 1273 1357 1337 
ge en ae 7900 6600 9100 9700 9500 


Note: Uncoupled corrosion rate of iron—350 mg. per sq. dm. per day. 
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TABLE 149.—Iron:Copper vs. Sodium Chloride. 


itions : odium chloride; iron anode (0.14 sq. dm.), copper cathode 
Pe a Gah eae fully aerated and agitated solution; 86° F. 
internal resist.—3.17 olims. 


Total Resistance Current in Amperes 


Ohms Observed Calculated 
3.41 0525 0529 
5.41 0413 .0409 
7.41 0333 0333 
9.41 .0279 .0281 

13.41 0213 0214 
23.41 .0135 .0134 
33.41 .0101 .0098 


TABLE 150.—Iron:Copper Couple vs. Sodium Chloride. 


Conditions: 3% sodium chloride; iron anode (0.14 sq. dm.), copper cathode; 
fully aerated, agitated solution; 86° F.; resistance—3.41 ohms. 


Cathode Anode Loss Time Current—Ampere 
Area Grams Min. Observed Calculated 
Sq. dm. ; 
1.01 .2267 1140 0115 .0113 
2.97 5655 1085 .0300 .0276 
5.16 .7920 1140 .0400 .0403 
8.35 .9405 1095 0495 0527 
10.00 0577 0575 
11.63 1.0898 1095 0572 .0615 
18.50 1.2494 1080 .0666 .0728 
infinite 1058 


These rates, both in sodium chloride and sulfuric, are exceptionally high due to the high order 
of aeration and agitation used in the tests. 


In acid solutions the total corrosion of anodic iron, of course, is greater 
by virtue of the greater corrosiveness of the solution. In alkaline solutions 
the total rates are less than those in neutral, due to the milder corrosive- 
ness of alkalies to iron. There may be no two-metal galvanic acceleration 
in the case of alkaline solutions at room temperature. Concentrated solu- 
tions at high temperature are very corrosive to anodic iron. 

Two-metal galvanic relationships are important in the consideration of 
protective metallic coatings on iron. When the coating, usually very thin, 
is anodic to iron, the protection is good so long as no extensive surface of 
iron is exposed. When the underlying iron is anodic its exposure at pores 
and cracks may lead to pitting. Zinc and cadmium plate are ordinarily 
anodic and very effectively protective to iron in exposure to the atmospheres 
and waters. Nickel and chromium plate are cathodic, and pores in either 
lead to pitting of the iron. Tin and iron are so close in electrochemical 
behavior that the polarity may change with the slightest changes developing 
as corrosion progresses in the nature of the exposure conditions, these 
changes centering around the oxygen availability and the metal ion con- 
centrations that build up at the metal surface. This oxygen availability is at 
once the most important, the most inconsistent, and the least readily measur- 
able factor in two-metal galvanic as well as in ordinary corrosion, 
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From the practical standpoint the advisability of coupling iron with other 
metals in equipment depends on how much accelerated corrosion the nature 
of the design permits, on the oxygen availability and the degree to which the 
corrosion process is sensitive to changes in oxygen availability, on the 
electrical conductivity of the solution, and particularly on the relative areas 
of cathode and anode materials. 

Another phase of two-metal galvanic corrosion has to do with action 
set up between two kinds of ferrous metals—e. g. cast iron and steel. Fre- 
quently the rivets on a ship are found more corroded than the plates fastened 
by them, but action of this sort is not necessarily galvanic in nature. It 
is more likely due to factors such as the poorer protection of paints on the 
extended rivet heads. That galvanic action between ferrous metals is 
possible, however, seems to be strongly indicated by Friend’s data 1° on 
5-year exposure periods. Mild steel rivets in a 14% chromium steel plate 
were almost completely gone, but in mild steel plates had not suffered 
accelerated attack in three locations out of four. In the fourth the rivets 
were badly attacked. In the case of coupled bars of equal area, wrought 
iron distinctly suffered accelerated attack, with corresponding protection of 
mild steel. In a steel and cast iron couple, the cast iron in three locations 
distinctly suffered, yet in the fourth the mild steel suffered. It is the nature 
of galvanic couples of metals closely similar in electrochemical behavior to 
have reversible polarity, the direction depending on characteristics of the 
corroding solution or the products of corrosion. 

Bennett 1° has called attention to the fact that copper-bearing steel is 
cathodic to non-copper-bearing steel in sea water, even though, out of con- 
tact, the two behave similarly. 

Galvanic action between mill scale and the clean surface of ferrous metals 
is suggested by Handy ©; metal partially covered with mill scale had per- 
forated by pits before clean metal on the same pipe had lost 20% in 
thickness. 


Hi1GH-TEMPERATURE CONDITIONS 


Iron, like most other metals, acquires a visible oxide coating at tempera- 
tures of 400° to 600° F. The coating is protective, the rate of oxidation 
increasing with time. Up to temperatures of about 1000° to 1100° 1g 
rates of oxidation are sufficiently low so that the metal is still useful. 
Above this range rates increase relatively rapidly, and the oxide coating 
furthermore is likely to scale off; for many purposes the plain irons and 
steels are not adaptable for continuous operation in oxidizing atmospheres. 
Because of low first cost and cheap replacement the metals are used in 
many cases at temperatures causing rather rapid oxidation. Even at 1300° 
to 1500° F.% the oxide that forms has some protective effect. 
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To illustrate the order of oxidation attack at different temperatures the 
results in Table 151 are given.* A mild steel was used, the atmosphere was 
ordinary air, and the duration 24 hours: 


TaBLeE 151.—Steel vs. Hot Oxidizing Gas. 


Gain + Gain 

ao Mg. per sq. aay g. per sq. 

3 dad tae day dm. per day 
212 Nil 1292 1,190 
392 on 1472 4,490 
572 12.7 1652 5,710 
752 45 1832 13,500 
932 62 2012 20,800 
1112 463 2192 39,900 


These results unfortunately gave no inkling of the relation between time 
and oxidation. Other data ® indicate, however, that at 1292° F. oxidation 
rates at the end of 6 hours have falleti off very considerably from those at 
the beginning of the 6-hour period, due to the protection of the oxide. 
The average oxidation rate over the first 24 hours would therefore be con- 
siderably greater than the rate at the twenty-fourth hour, provided that 
the oxide formed was truly protective. In any case 1000° to 1200° F. 
is generally considered the upper range of continued usefulness of iron 
and steel so far as oxidation is concerned. 

Steam, carbon dioxide and carbon monoxide are oxidizing to iron at 
these elevated temperatures.®® §§ Steam breaks down in contact with iron 
at elevated temperatures with consequent oxidation of the iron and hydro- 
gen evolution (see 4% 78 100, 116, 117) At 1000° to 1100° F. the rate of oxida- 
tion through breakdown of the steam becomes rapid enough to be 
serious.53, 105, 110 

Sulfur dioxide is oxidizing as well and likely to be even more deterior- 
ating,°? whether entirely through oxidation or through combined oxidation 
and sulfidation, than the other gases mentioned. A comparison of the 
action of different gases in 24 hour exposure at 1292° F. is given in Table 
152.8 Sulfur dioxide was no more corrosive under these conditions : 


TABLE 152.—Iron vs. Flot Oxidizing Gas. 
Gain—Mg. per sq. dm. per day 


Carbon Sulfur 

Oxygen Steam Dioxide Dioxide 
Pure iron ........... 5111 6223 5873 3540 
Mild carbon steel .... 1042 365 1002 985 
3% nickel steel...... 4003 869 984 3019 
Cask: iron seth cesaan 177 2261 1395 675 


Reducing gases carrying sulfur are strongly deteriorating. In 160-hour 


tests 1°° at 932° F. and atmospheric pressure, hydrogen sulfide attacked mild 
steel at the following rates: 


C ae, 


a 
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etal Be a 
m. per day 
ee AR Ia BERS Clict yh SE ee eae ies oe ae 2,350 

RLS hc ioe pac ab alae eee et a 2,050 


No slowing down of rates with time was noticeable. 

Pedeson rates and scaling tendency in the temperature range above 
1200° F. become problems in the heating of iron and steel preparatory to 
hot working and in heat treatment. Work on these problems has aimed to 
outline scaling rates and the modifications in heating atmosphere that may 
be used to suppress scaling (see References 17 2), A curve covering the 
loss in weight in exposure for one hour to air is given in Figure 39 for 
low carbon steel.87_ Heating in non-oxidizing atmosphere is a preventive 
of scale losses. 
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Ficure 39. Steel vs. Air at High 
Temperature. 
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The investigations of Pilling and Bedworth ® and of Pfeil ®* have 
sought an explanation of the mechanism of oxidation in the higher tem- 
perature range. _ 

Irons and steels absorb carbon and nitrogen under suitable heat condi- 
tions. On this capacity is based the processes of case-hardening (carburiz- 
ing) and nitriding of steels, in which the steel acquires a hard surface. In 
the former steel is exposed to carbon or gaseous carbon compounds at 
1500° to 1900° F. In nitriding, steel of suitable composition, exposed to 
ammonia at 900° to 1000° F., breaks down the ammonia and absorbs the 
nitrogen.?? 

In ammonia mixtures, either cracking or synthesizing, steel and iron 
undergo over a period of time an intercrystalline deterioration." 1°? The 
rate of decomposition of ammonia is very slow below 570 7.h, but at So0> 
to 1200° F. the rate is rapid. Exposure of a few hours, or at most 24 hours, 
ina current of ammonia at about 1200° F. will destroy the usefulness of the 


metal for many structural purposes. 
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Cast iron is subject to a type of deterioration known as “growth.” With 
repeated heatings at elevated temperatures the iron increases in volume, 
sometimes as much as 40 to 50%. The degree of growth increases with 
temperature and is in addition much greater above the critical temperatures 
for the iron than below. Results of-a recent investigation on growth are given 
in Figures 40 and 41.*34 


Ficure 40. Growth of 
Cast Iron in Steam at 
900° F. 


Volume Increase, percent 





EG Si Ni Cr Cu 
Plain A 3.48 2.02 
Plain B 3.36 0.82 

3.04 1.39 

2.89 2.45 

3.04 1.64 6.48 


Figure 41. Growth of 
Cast Iron in Carbon 
Dioxide at 1500° F, 





. Volume Increase, percent 


ae ee Gay Se 
Number of Cycles (Hr at Temp) 


2 uO: Si Ni Cr Cu 
Plain 3.26 2.02 
NiCr 3.43 1.08 2.33 0.49 


Ni 3.82 0.45 3.97 
Ni Cu Cr 2.88 1.72 14.31 3.92 5.37 
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Growth at temperatures above about 1300° 
graphitization of the combined carbon, the oxidation of the silicon-iron 
matrix, and the expansion of occluded gases. In the lower temperature 
range growth is due to decomposition of the combined carbon into ferrite 
and graphite, and, in Wood’s 184 opinion, to some other factor, possibly to 
internal oxidation or to occluded gases. 

Molten metals are handled usually in cast iron and steel. Attack takes 
place, but relatively slowly, and the use of the metals is usually economical. 
In handling lead, cast iron is used for the most part below 1300° F. and steel 
above this temperature.!°7 Strong corrosion by lead has been traced to 
the action of lead oxide. 

The alloying action of zinc on iron becomes strong at 860° F. and 

"gradually increases in intensity to 900° F. Above 900° F. continued opera- 
tion will destroy a pot in three days if the heat is highly localized.” Daniels 2” 
sets 900° F. as the “critical temperature which must not be exceeded if 
kettles are to be in use for a long period without replacement.” Below this 
temperature a solid zinc-iron compound forms a highly protective coating, 
but above 930° F. this breaks away. He has given the relation in Table 153 
between temperature and life of a 1.5-inch thick kettle. 


F’. is ascribed generally to 


% Volume \ncrease (Growth) 
Weight increase in Grams (Oxidation) 





5 10 pS 20a 25 ee Seo 
Number of Heating and Cooling Cycles (1500°F. for 6 hours) 


Ficure 42. Cast Iron vs. Air at 1500° F. 


Other molten metals may be damaging to iron and steel. Genders ™ 
has studied the problem of fracturing of steel when exposed under stress to 


i] 
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TABLE 153.—/ron 
rake 
810 
890 


932 
1004 


vs. Molten Zinc. 
Life 

2410 years 

1487 years 


28.1 days 
19.6 days 


molten brazing solder and copper, and others °° have demonstrated the same 


effect with other melts. Avoidance o 
cracking under these conditions. 


f stress seems to be a preventive of 


Improved heat resistance of iron and steel is gained by alloying. Addi- 
tions of chromium and nickel are treated in another chapter. Tron and 


steel whose surface has been treated 
is useful up into the 1500° to 1600° F. 


at high temperature with aluminum 
range,!° and particularly for sulfur- 


bearing gases. Cast iron alloyed with nickel, copper and chromium has 


considerably better resistance to both 
cast iron, as shown in Figure 42.1°° 


growth and oxidation than ordinary 
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Chapter XI] 
Silicon-Iron 


Although limited in usefulness by low tensile strength and hardness, 
silicon-iron alloys carrying 13 to 15% silicon are important for unusually 
effective resistance to acid corrosion. Produced in cast form only, these 
alloys are so hard that in most cases ordinary machining operations cannot 
be applied. In spite of this drawback silicon-iron equipment is rather widely 
used for special purposes in the chemical plant.*: ®& 14, 20, 21, 23 

In acid exposure of both oxidizing and non-oxidizing character the 
silicon-iron alloys have perhaps better intrinsic resistance than any other 


type of metal. This is particularly true of the more active acids like-nitric, 
sulfuric and phosphoric. 


Increasing silicon in iron progressively improves corrosion resistance to 
acids, but really useful behavior is not attained until the silicon content 
reaches 13 to 15%. It is generally believed that these alloys acquire in 
exposure a superficial but extremely protective surface layer of silica. 
Unfortunately the resistance of these is gained only with the nearly com- 
plete loss of ductility. 

A fair body of corrosion data exists on silicon iron,!: 2 3 5: 6, 7, 9, 11, 18, 
#9, 17, 22 On examining them critically two facts stand out—the remarkably 
low order of minimum attack in exposure to strong acids like sulfuric and 
nitric, and the great scatter of rates over a range above this minimum. 

Two reasons account for the scatter. The first is the fact that the alloys 
tested range from 13 to 15% silicon, and so strong is the effect of silicon 
content as a factor in determining resistance that a difference in corrosion 
rates of a thousand times or more may exist between a 13% and a 15% 
silicon casting. An example of this is the result in Table 154 of tests where 


specimens were immersed 98 to 135 days in flowing acid mine water,}8 
at room temperature. 


On the other hand it is a fact that when a commercial alloy is held 
consistently to a definite silicon content—as 14.35 to 14.65% silicon, 
which is true of the product of one manufacturer—the resistance becomes 
consistent. 
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TABLE 154.—Silicon-Iron vs. Acid-Oxidizing Mine Water. 
Water composition Mg. per sq. dm. per day 
, Substance % 13-14% Silicon  14-14.5% Silicon 

ST fe a cad gk oi tee ss oss 2A 
eTHIC IrOlleree annie fae aw 09 490 4 
SVT th cet ohh aie es Oe eee ee 14 
RETTICHIOMIC RES ocr cic wigs .006 272 04 
tag ee ee ine eae 04 ; 
Fetrioirom .<<is oo -4aedes. 014 222 2 


a, The second reason for the scatter of rates is that corrosion rates of 
silicon-iron in strong acids characteristically decrease with time over the 
first few hours exposure. For this reason rates over an 8-hour period or a 
24-hour period, for instance, are much higher than those covering longer 
periods. Thus rates in 120-day tests have ranged down below 1 mg. per sq. 
dm. per day in acids that in 8-hour tests have given rates on the order of 
100 to 300 mg. per sq. dm. per day. It is obvious that the higher rates over 
the first day or two of exposure will not be damaging if the subsequent or 
long-time rates are as low as 1 mg. per sq. dm. per day. 

Perhaps the most significant set of corrosion data are those obtained 
by the National Bureau of Standards*® covering 100-days exposure in cold 
unagitated acid. The following substances gave average corrosion rates 
over this period of less than 1 mg. per sq. dm. per day: sulfuric—l0, 25, 
95% ; nitric—10, 25, 70% ; acetic—_99% ; phosphoric—10, 25, 87% ; oxalic— 
2, 8% ; picric—9% ; ferric chloride—7, 48% ; commercial oleic acid; pyro- 
gallic acid. Hydrochloric acid was, on the other hand, more corrosive; a 
5% solution gave a rate of 15 mg. per sq. dm. per day, and 25% acid a rate 
of 40 mg. per sq. dm. per day. 

These results are particularly useful in that they correspond rather 
closely with actual experience. Asa general, if not invariable, rule silicon- 
iron has extremely good resistance to solutions at ordinary temperatures of 
all acids except hydrochloric, hydrofluoric, other halide acids, and sulfurous. 
Rates after development of the protective film fall below 10 mg. per sq. dm. 
per day, ordinarily below 1 mg. per sq. dm. per day. 

An important point to note is that oxidizing acids as well as non- 
oxidizing are included in the non-corrosive group. Thus, acids that are 
intermediate between the two types may be satisfactorily handled. Such 
acids are inclined to be corrosive to the copper group of metals because of 
too high oxidizing capacity, and corrosive to the chromium alloys because 
oxidizing capacity is not sufficiently powerful to give passivity. Phosphoric, 
sulfuric, and aluminum sulfate solutions, with low ferric iron content, are 
typical. 

Hydrochloric, as stated, is corrosive to silicon-iron. Short time tests 
give rates on the order of 300 to 1,000 mg. per sq. dm. per day, the very 
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long time test results quoted above are 15 to 40 mg. per sq. dm. per day. 
Intermediate rates are perhaps more typical. A special silicon-iron com- 
position, carrying 3.5% molybdenum, has been developed for hydrochloric. 
Corrosion rates in 15 to 30% acid at 176° F. have been given as 100 te 300 
mg. per sq. dm. per day, which as compared with other metals must be 
considered good useful resistance to this extremely corrosive condition. 
These particular rates applied to exposure following previous 48-hour 
exposure, so that it may be considered fair average behavior.® In other 
tests,13 in concentrated acid at room temperature, a rate of 90 mg. per sq. 
dm. per day was obtained at the end of 24-hours exposure, and an average 
rate of 20 mg. per sq. dm. per day over a subsequent 12-hours exposure. 
The slowing down of the rate was due to protective film formation. 

According to the National Bureau of Standards tests quoted above 
ferric chloride was mild in its action compared with hydrochloric. The 
oxidizing capacity of the ferric iron is in this case definitely beneficial; 
in general, it may not be beneficial, but it is not harmful. Silicon-iron — 
has good resistance also against other acid-oxidizing solutions such as tin 
chloride. This behavior is interesting in view of the fact that with chromium 
alloys not even ferric iron, or stannic tin is a strong enough oxidizer to 
bring about passivity in acid chloride solutions. 

Elevated temperatures are accelerating with some solutions. Hot solu- 
tions of either acetic or nitric have little or no accelerating effect, and hot 
solutions of sulfuric and the large majority of acids are not as a rule 
seriously corrosive. Hot hydrochloric and other halide acids are of course 
entirely out of the question for ordinary high silicon-iron, but the 
molybdenum-bearing alloy is claimed to be serviceable at least in hydro- 
chloric. Hot “ferric chloride is rapidly corrosive to ordinary silicon-iron ; 
its effect on the molybdenum modification has not been outlined. 

One set of data covering behavior in hot acids is interesting. Silicon- 
iron submerged in aerated phosphoric solutions at 206° F. for 24 hours 
(or more) gave the results in Table 155.8 


TaBLE 155.—Silicon-Iron vs. Phosphoric Acid. 


Concentration % nes es Ee 
Pure 
Sasa epee ass Le i eye, eee 36 
20" pik inet kt ERNE eel 75 
IO) war trise oaks cae Oe ee 29 
Crude 
dilute 25; oes Gas) ce tek Cee eee 700 


The crude, dilute acid carried hydrofluoric acid and ferric iron. In view 


of the damaging effect the former has on silica it is presumed that this 
accounts for the strong attack. 
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Sulfurous acid is variable in its corrosiveness to silicon-iron. Certainly 
caution must be exercised when considering the use of silicon-iron in 
handling this acid. In one set of tests !° rates ranged from 900 to 1200 mg. 
per sq. dm. per day in calcium bisulfite solutions carrying 34 to 44% free 
sulfurous at 295° F. under pressure. These conditions of course are 
extremely severe. 

The electrochemical behavior of silicon-iron is determined largely by 
the silica protection film. Acting as an anode with an impressed current, 
the alloy has had extremely high corrosion resistance in acids 1® and in 
cyanide.’ Richardson }* has reported that in sulfuric, nitric, sodium 
sulfate, and acetic, silicon-iron had a potential difference with aluminum 
of practically zero. Coupled with iron in sodium chloride, silicon-iron was 
at first strongly cathodic, becoming much less so with time. In dilute sul- 
furic silicon-iron was at first cathodic, slowly to become anodic. 

The presence and effect of this film is commented on by Fink*: “such 
an electrode (silicon iron used as an anode) has upon its surface, a 
chemically inert, thin, enshrouding film of low electrical resistance which 
prevents the mechanical diffusion of ions to its surface where oxidizing 
or reducing action will take place. An examination of the silicon-iron 
electrode surface clearly demonstrates the presence of this porous film, 
direct analysis of which has shown it to be composed substantially of silicon 
dioxide.” Silicon-iron anodes are used for this purpose in the Bullard-Dunn 
process for cleaning metals where, typically, the bath is a 10% sulfuric 
acid solution, with tin or lead salts present. Some of the first installations 
of silicon-iron electrodes in this process were in use at the end of two years. 

Alkaline solutions, particularly caustic solutions but also even mildly 
alkaline ammonium hydroxide, are corrosive to silicon-iron. On no account 
is the alloy serviceable in these. 

Though probably of reasonably good resistance to neutral solutions, if 
not excellent resistance, silicon-iron as compared in all-round characteristics 
with cheaper and more flexible materials has no virtue for handling them. 


*U. S. Patent 1,927,116. 
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Chapter XII 
Molybdenum Alloys 


GENERAL 


Molybdenum as an alloying element is important in the field of corrosion 
resistance. The chapter covering chromium alloys carries data on the bene- 
ficial effect of low contents of molybdenum in the chromium-nickel-iron 
alloys against certain of the acids, particularly hydrochloric and sulfurous 
acids. 

This present chapter will deal with two alloys that owe, in large measure, 
the definite merit they possess to their molybdenum content. One alloy 
carries 60% nickel, 20% molybdenum and 20% iron, and is a wrought 
product. The second, more complex, carries, nominally, 58% nickel, 17% 
molybdenum, 14% chromium, 5% tungsten, and 6% iron, and is available 
only in casting form, of good toughness. Both alloys are widely corrosion 
resistant, in the sense that the copper and the nickel group of alloys, and 
the chromium alloys are. In addition these two compositions are far more 
resistant than the other groups to hydrochloric acid solutions. 

Hydrochloric is one of the most corrosive of the acids. The chromium 
alloys are rapidly reactive with it. The nickel and copper metals cannot be 
considered commercially resistant to it when aerated, hot, or in concentra- 
tions higher than perhaps 10%. Furthermore lead and aluminum are not 
useful with it. These molybdenum alloys are particularly and very usefully 
resistant to hydrochloric acid. 

The simpler alloy—60 Ni 20 Mo 20 Fe—is more resistant than the 
other against non-oxidizing acid solutions and far less resistant than the 
other against oxidizing acids. This is the principal distinction in behavior 
between the two compositions. Thus the simpler alloy gives no satisfaction 
in contact with nitric acid, or acid solutions carrying ferric or cupric or tin 
salts, yet in these the more complex alloy is very definitely resistant. 


HyprocHtoric AcID 


Although pure nickel is one of the more resistant of the common metals 
against hydrochloric, still in all but cold dilute solutions it cannot be 
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considered useful. Molybdenum added to nickel brings about a very sub- 
stantial improvement, as indicated by the curve given in Figure 43. The 
acid was of 10% concentration, at 158° F.* 

Further tests, at the same time, brought out the fact that iron to the 
extent of 20%, along with 20% molybdenum, did not lessen resistance in any 


appreciable degree. 
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ligurE 43. Nickel-Molybdenum Alloys vs. 10% Hydro- 
chloric Acid at 158° F. 


In all concentrations of unaerated hydrochloric at room temperature, 
60 Ni 20 Mo 20 Fe is corroded at rates ranging below 25 mg. per sq. dm. 
per day. This may be considered excellent resistance. With aeration, 
however, the attack is accelerated very markedly, particularly in concentra- 
tions of 1 to 10%. Figure 44, illustrating the effect of aeration, has been 
taken from the data of Rohrman.5 : 

Data on both types of molybdenum alloy are given in Table 156.* 
Although there does not appear to be much difference between the alloys 
In quiet acid at room temperature, the simpler alloy is decidedly better in 
the warm and boiling solutions. The duration of test is not known. 

Tests have been made® with specimens submerged 2800 hours in a 
10 to 12% hydrochloric acid in use as a pickling solution for iron, at a 


* B. E. Field, private communication. 
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Ficure 44. 60 Ni 20 Mo 20 Fe vs. 
Hydrochloric Acid. 
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TaBLe 156.—Molybdenum Alloys vs. Hydrochloric Acid. 
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temperature of 70° to 90° F. Both types of alloy were corroded at rates 


of about 30 mg. per sq. dm. per day. 


Data bringing out the much better behavior of the alloy titer 
chromium and tungsten, in an oxidizing hydrochloric acid solution, are 
given in Table 157.3. The solution was 45% ferric chloride and the speci- 
mens were alternately dipped into the solution and withdrawn. 


tion is not known. 


TABLE 157.—Molybdenum Alloys vs. Ferric Chloride. 


Mg. per sq. dm. per day 
45,000 
58 


60 Ni 20 Mo 20 Fe: i.casc os ese cabess'en 
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In another test samples were exposed in the sludge filter effluent of a 
sewage disposal plant, the solution carrying 0.2 to 0.5% ferric chloride. 


(See Table 158.) 


Taste 158—Molybdenum Alloys vs. Ferric Chloride. 
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Elevated temperatures seem to accelerate considerably the action of 
oxidizing acids on both alloys. In 10% hydrochloric acid carrying st: 
by weight of added cupric chloride, at 158° F., the rates for both were ns 
above 20,000 mg. per sq. dm. per day. When ferrous chloride was added, 
rather than cupric chloride, the rates were about 600 mg. per sq. dm. a? 
day. The complex alloy was also tested with ferric chloride as the adde 
salt, the rate being 1300 mg. per sq. dm. per day. The good behavior of 
the complex alloy in oxidizing hydrochloric acid does not appear, therefore, 
to extend into the hot range. 


SutFuric ACID 


Data on the action of sulfuric acid on these alloys are given in Table 159.* 


TABLE 159.—Molybdenum Alloys vs. Sulfuric Acid. 


Corrosion Rate—Mg. per sq. dm. per day 
60 Ni 20 Mo 20 Fe Complex alloy 
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The addition of 10% ferric sulfate to 10% sulfuric acid, at 158° F. 
led to strongly accelerated attack of both alloys, as compared with the figures 
in Table 207 for the same conditions. 

Tests have been made on these alloys in the highly impure water of 
smoke scrubbers, both in a steam power ‘plant and in a steam locomotive 
terminal.? These solutions are hot, perhaps 120° to 140° F., and carry 
as the principal corrosive substances sulfuric, sulfurous, and hydrochloric 
acids, and ferric iron. The condition, then, is an acid-oxidizing one, and 
consequently the nickel-molybdenum-iron alloy carrying chromium and 
tungsten gives better behavior than the simpler composition. In fact the 
complex alloy was found to have a much higher degree of resistance than 
any of the other metals tested. A number of rates are given in Table 160. 


* B. E. Field, private communication. 
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TABLE 160.—Molybdenum Alloys vs. Oxidizing-Sulfidizing Acid. 
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Corrosion Rate—Mg. per sq. dm. per day 


60 Ni 20 Mo 20 Fe Compl 11 
Effluent from scrubber, power plant oar ex alloy 


263 hours 
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These results indicate that the complex ‘alloy probably would have good 
resistance to sulfidizing conditions, though no data other than these are 
available to prove it. The combination of sulfurous acid and chlorides 


makes a very strong corrosive, and the authors know of no other alloy 
that is really useful for handling it. 


Nitric AcIp 


In -nitric acid the 60 Ni 20 Mo 20 Fe alloy is rapidly attacked, as it is 
in any acid-oxidizing solution. The complex alloy with chromium and 
tungsten, on the other hand, has fairly good resistance though not so good 
as the better grades of stainless steels. In Table 161 are given rates for the 
complex casting alloy.* 


Taste 161—Molybdenum Alloys vs. Nitric Acid. 


Per Cent Corrosion Rate—Mg. per sq. dm. per day 

- Concentration Room temp. po) eee Gs Boiling 
10 80 250 275 
20. _ 330 1100 
30 _ 475 ae 
40 - 830 7 
50 60 900 — 
60 — 1000 =, 
70 30 820 13,000 


PuospHoric AcID 


Hot aerated pure phosphoric acid and hot crude acid are far more cor- 
rosive to the 60 Ni 20 Mo 20 Fe alloy than to the complex alloy carrying 
chromium and tungsten. Crude phosphoric acid carries ferric iron, 
which makes it oxidizing. The rates in Table 162 were obtained in acid 
at 176° F., the duration being 24 hours or greater.* 


*B. E. Field, private communication. 
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Taste 162—Molybdenum Alloys vs. Phosphoric Acid. 
Corrosion Rate—Mg. per sq. dm. per day 
60 Ni 20 Mo 20 Fe Complex alloy 
Pure acid, aerated 


TOU EEN Cada oes tee toe an eal 700 48 

25% wee DS ed ee a Gace ae adie 530 40 

BOGE PNT ee ONS ca ue aaes maui ee 240 17 
Crude acid 

Dilute; aerated ico aegss ee coe 4300 90 

Concentrated, not aerated ........-. 2000 64 


Aeration probably ‘made the pure acid more corrosive to the simple alloy, 
and perhaps less corrosive to the other. 


WET CHLORINE 


Wet chlorine is a particularly corrosive substance. It is stated * that 
the complex casting alloy, carrying chromium and tungsten has good resist- 
ance against this condition. A single rate, 240 mg. per sq. dm. per day, 
has been obtained. The 60 Ni 20 Mo 20 Fe alloy is not useful with wet 
chlorine. 


* B. E. Field, private communication. 
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Chapter XIV 
Chromium Alloys 


Chromium confers on its alloys with iron and nickel a dégree of resist- 
ance to corrosion and high heat, under a large range of conditions, not 
equalled by other metals.* 


At the present state of development of the series the principal “nucleus” 
alloys are as follows: 


Corrosion resistant Heat resistant 
18 Cr 8 Ni bal. Fe 12-20 Cr 60-80 Ni bal. Fe 
12-18 Cr bal. Fe 15) Gr=35) Ni bal. Fe 
30 Cr 15 Ni bal. Fe 
28 Cr bal. Fe 


Innumerable variations of these are produced commercially, and a con- 
siderable degree of interchangeability in properties among these groups 
exists. 


CoRROSION-RESISTANT ALLOYS 


For substantial useful rust resistance the chromium content of the 
chromium-iron alloys must be around 12% or greater, resistance against 
the broadest range of conditions being attained in this alloy group with per- 
haps 20 to 30% chromium. These chromium-iron alloys have a wide 
utility, yet certain limitations appear in the processes of production and 
working, and also in mechanical properties. The 12 to 18% chromium 
alloys, if the carbon:chromium ratio is greater than a definite minimum, 
must be properly heat treated to bring about the best degree of rust and 
corrosion resistance; this fact is well recognized and is rarely a limitation. 

Nickel in this group, in sufficient ratio with the chromium, has as its 
principal effect the development of austenite; austenite is characterized by 
better all-round mechanical properties, particularly toughness. From the 
corrosion standpoint likewise nickel contributes important benefits, to be 
brought out later. 

In the ‘18-8 composition, the 18% content of chromium is considered 
sufficient to give the full benefit of chromium to corrosion resistance and the 
8% nickel to give the austenitic structure, with its favorable mechanical 


* Excellent books on the chromium alloys are those of Monypenny © and Thum.® 
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properties, and further improvement in corrosion resistance. In Europe 
other austenitic alloys*—13 Cr 13 Ni, 15 Cr 10 Ni, 20 Cr 7 Ni—are widely 
used for general corrosion-resistant purposes. 


HEAT-RESISTANT ALLOYS 


Alloys for handling high heat developed originally with chromium addi- 
tions to nickel rather than to iron. One of the early compositions, 20 Cr 
80 Ni, is still considered the most suitable for the highest heat. Dilution 
of this with iron was found to give good results at temperatures almost 
to the safe limit for 20 Cr 80 Ni, and so 15 Cr 60 Ni 25 Fe developed. 
Later in the interests of cost and better resistance to sulfidizing substances, 
further iron was substituted for nickel, the series including the nickel-free 
25-30 Cr Fe as the other limit. 

It is obvious that the alloys used principally for handling heat will have 
useful corrosion-resistant properties, and the 18-8 and chromium iron 
series very considerable value at elevated temperatures. The discussion that 
follows first considers corrosion and then goes on to cover the effect of heat. 


Passiviry—ActIivity 


The outstanding individual property of chromium alloys is the capacity 
to be passive. The range of solutions in which passivity takes place is a 
very broad one, yet, with many solutions there is a point, as the conditions 
become more severe, where a slight change in some condition—increase in 
temperature, decrease in oxidizer, or change in concentration—throws the 
metal from a state of passivity to one of activity. In general the chromium 
alloys in the active condition are rapidly corroded, in the passive condition 
virtually unattacked or relatively slowly attacked. The passivity-activity 
boundary, shifting often with delicate changes in exposure condition and 
likewise with delicate changes in the composition and structure of the alloy, 
becomes in a sense the limit of usefulness of the alloy. 

As an example, a boiling sulfuric acid solution of .02% concentration 
and less is passivating to 24 Cr 10 Ni,®? with corrosion rates of less than 
1 mg. per sq. dm. per day. On the other hand concentrations of .05% and 
greater are activating, with rates of 200 mg. per sq. dm. per day and 
greater. 


* Austenite in these alloys as well as in 18-8 is not the stable condition at ordinary temperature, 
buc is retained down to ordinary temperature by rapid cooling from the temperature range within 
which it is stable. Martensite and austenite are equally corrosion resistant. The rapid cooling that 
retains the austenite has the very important effect, as discussed later, of preventing carbide formation, 
since precipitation of carbide lessens resistance. Cold-working of a fully austenitic alloy will develop 
martensite, without lessening resistance. 


Again, in boiling 65% nitric acid, 18 Cr 8 Ni .08 C, quenched at 1800° 
F., was corroded at a rate of 60 mg. per sq. dm. per day, yet when quenched 
at 1800° and drawn at 1200° the rate was 2800 mg. per sq. dm. per day.®® 

Still again; in concentrated (1.2 spec. grav.) nitric acid, 7.5 Cr Fe and 
alloys with higher chromium content are passive with rates under 12 mg. 
per sq. dm. per day, whereas with 4.7% chromium and less rates are over 
2000 mg. per sq. dm. per day.®° 
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Finally there is the case of two alloys of the same composition—17 Cr Fe 
—, one remaining fully active, the other fully passive in a very dilute, 
boiling sulfuric-nitric solution. The active metal failed rapidly when used 
to line a container, yet the passive metal stood up indefinitely. The reason 
why one alloy remained passive while the other was active escaped dis- 
covery at the time. 


In the examples just cited the passivity-activity boundary may be viewed 
as a very narrow zone separating good behavior of the alloy from poor. 
Often this boundary is a broader zone wherein exposure conditions seem 
to be neither fully activating nor fully passivating. Thus *? the potential of 
18-8 in two series of measurements in air-saturated salt solution of high 
concentration persisted over a 50-hour period at a value intermediate 
between those characteristic of fully active and fully passive 18-8. 


Some exposure conditions are so effectively passivating that a few per 
cent of chromium only is necessary for passivity. Concentrated nitric is an 
example; in 35% acid 10 Cr Fe is passive. Others are so strongly activating » 
that none of the variations of stainless so far developed become passive 
in them. Concentrated hydrochloric is an example. 

Of the chromium alloys, the passivity range of 18-8 and its variations 
is as extensive as any. It is on this that the widespread use of the alloy 
is based. Yet with many substances with which it is successfully used there 
are limits to its passivity, and the boundary zone must be kept in mind. 
Any strong acid solution when of low oxidizing power activates it. Neutral 
solutions like sea water will activate it in the presence of special concentra- 
tion cells of the kind set up, for instance, by barnacle adherence or by pores 
in welded metal. Even in outdoor high sulfur and marine atmosphere, 
local activation and pitting often develop at the crossing of wires in a 
window screen. 

The general picture of passivity phenomena suggests the complexity 
of chromium alloys in corrosion behavior. Without the first step towards 
simplification afforded by the concept of a passivity-activity boundary, the 
problem would indeed be a most difficult one. It is well to note here 
that with other metals passivity is a very minor concern if existent at all. 
Changing exposure conditions in the case of these other metals leads only 
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to proportionate changes in corrosion resistance, without the very marked 
clifference that occurs with stainless when the boundary is crossed, 

We shall now attempt to bring out some of the more important itmplica- 
tions of passivity-activity, first those dealing with the exposure condition 
and then those concerned with the metal itself. 

Early in the development of stainless it was believed that a passivating 
treatment in concentrated nitric would give stainless a resistance against 
otherwise activating solutions. The original thought has been somewhat 
revised since no passivating treatment has been found which produces per- 
manent effects in solutions which are activating. Passivating treatment may 
delay corrosion under activating conditions and is useful in hastening and 
making passivity more complete when used in mildly passivating solutions. 
However, passivated metal will become active under activating conditions, 
even though first tests may show it to be completely passive. 

Another point worth bringing out is that the passive metal is passive 
in a relative sense only—actually corrosion is going on, though often 
extremely slowly. Passive metal in strong hot acid solutions may have 
rates of 15 to 20 mg. per sq. dm. per day, whereas active metal will corrode 
at rates of several thousand. Passive metal in the atmosphere may corrode 
enough to form an extremely fine superficial layer of iron rust, if indeed it 
corroded to a visible extent, whereas active metal will lose its surface within 
a year or two. 

Since even passive metal is corroding, maintenance of passivity requires 
‘the continuous replenishment of the agent—i. e. oxidizing substance—that 
produces it. As an example—in ordinary sea water the dissolved oxygen 
in the water is sufficient to maintain passivity, whereas beneath a barnacle or 
other properly adherent substance, metal becomes active since the rate of 
oxygen replenishment is too slow to maintain passivity. Activation and 
pitting result. 

Still another important point is that when corrosion of the chromium 
alloys does take place the action is often localized. This is particularly true 
when the exposure conditions are passivating yet on the border line of being 
activating. The simplest case is illustrated again by activity established 
beneath an adherent deposit. At any rate when once a pit starts and so long 
as the localized activating condition persists, a concentration cell is set 
up with the metal surrounding the pit becoming cathodic. This cell becomes 
extremely intense in good electrolytes, since the area of effective cathode 
becomes very large as compared with the anodic pit. A penetration rate 
as high as one inch per year has been observed beneath a deposit in sea 
water exposure. 

Factors within the metal that are important determinants of the passivity 
range are equally as complex as those in the exposure condition. Chromium 
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content of course is the most important single consideration. Increasing 
chromium, other things being equal, invariably broadens the passivity range. 
The maximum benefits are derived at 25 to 30% chromium in the non- 
nickel-bearing alloys, and 18 to 30% chromium in the nickel-bearing 
austenitic alloys. 

Carbon content is an extremely important consideration. A carbon 
content cannot be avoided in these alloys, yet it can be held so low that, 
with proper heat treatment, no disadvantage results. It becomes damaging 
when present as a precipitated chromium carbide. The chromium content 
of the carbide is sixteen times the carbon content, and is derived from 
the iron-chromium solid solution. The difficulty enters in when withdrawal 
of chromium from the solid solution has gone on to the extent that the 
chromium remaining in the solid solution is less than roughly 11%, for 
then the alloy is no longer broadly passive. The distribution of chromium- 
depleted zones is a function of the loci of carbide precipitation. In the 
ferritic (straight) chromium steels, the precipitation is generally, though 
not always, at random, giving rise to a fairly general chromium depletion 
of low intensity. In the austenitic chromium steels, except where cold- 
worked, the precipitation is largely restricted to the grain boundaries, 
giving rise to a local depletion of relatively high intensity. Obviously the 
latter has the more serious consequences, as discussed later under grain 
boundary attack. 

Increasing carbon content, within the range found in commercial alloys, 
causes a problem simply through the fact that increasing care need be taken 
in giving proper heat-treatment, and in this sense carbon may be considered 
as contracting the passivity range. Metal is not always, in practical use, 
left in its proper heat-treated condition. 

The principal contribution of nickel to the corrosion resistance of 18-8 
is to intensify its response to passivating conditions, or in other words to 
expand the passivity limits. According to Bain ®: “there is reason to 
believe that nickel itself possesses to some extent the ability to protect 
itself with an oxygen layer .. . it may be demonstrated that the restoration 
of the inert film on a previously stripped nickel-chromium stainless steel 
is well-nigh instantaneous, vastly more rapid than on the straight chromium 
alloy. There is the ample explanation for the wider range of industrial 
applications for the nickel-bearing alloys and for their complete impervious 
ness ‘na greater number of environments.” 

Nickel does have other effects, and positive ones, on corrosion resistance 
in the case of the higher nickel alloys. Two of these effects will be men- 
tioned here. Nickel itself has a very high resistance to neutral chloride 
solutions, and to acid solutions of low oxidizing capacity. These are two 
conditions that for 18-8 lie at the passivity-activity boundary. Thus acid 
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like sulfuric, if not fairly well aerated, will activate 18-8 and corrode it 
rapidly. Likewise in brine solutions 18-8 may be activated locally and 
pitted. Experience has shown that 14 Cr 80 Ni, though possibly not so 
broad as 18-8 in its passivity range, is far more resistant than 18-8 when 
the two are in the state of activity. Thus in hydrogen-saturated 5% sul- 
furic the rate for 14 Cr 80 Ni was 68 mg. per sq. dm. per day. 18-8, on 
the other hand, in hydrogen-saturated acid gave a rate of 440 mg. per sq. 
dm. per day. It is well to recall here that the chromium alloys may be at 
times reasonably satisfactory in use in exposure that may not produce 
complete passivity and yet that still is remote from a condition of complete 
activity. 

In another example, local activation in sodium chloride solutions has 
led in a number of cases to very deep, steep-walled progressive pitting of 
18-8 under the same conditions where the pitting of 14 Cr 80 Ni has been 
shallow and not progressive. In fact penetration rates of 18-8 have been 
eight to ten times greater than for 14 Cr 80 Ni. 

The 8% nickel in 18-8 does not accomplish its purpose in one respect— 
it does not prevent impoverishment of chromium at grain boundaries when 
the’ alloy has had to be subjected to heating in the intermediate range of 
temperature. (See later under grain boundary attack.) 

Molybdenum additions are frequently used in 18-8 for its effect in 
expanding passivity ranges. This is very definitely marked against sulfuric, 
sulfurous acid at high temperatures and pressures and acids and neutral 
chloride solutions, including sea water. A good many test results are 
available as expressions of this fact.*% 87 82, 88 

Two final observations on passivity would seem useful. One has to 
do with the effect of abrasion on passivity. It has been demonstrated 4° that 
18-8 freshly ground just before immersion and then submerged in a 
passivating solution requires a number of hours to acquire complete 
passivity. It was found likewise that in air exposure following grinding 
twenty-four hours more or less were required to develop complete pas- 
sivity. The implication is evident that exposure in a solution that is 
passivating and yet not far removed from the passivity-activity boundary 
may lead to corrosion if the exposure involves a strong abrasive condition 
as well. Pitting of ptimp shafts at packing, handling sea water, may be in 
some cases accountable to this. 

Mention has been made of the pitting that may result beneath adhering 
substances. The same type of action may result, and has resulted, at 
minute fractures or pores in the surface of 18-8. Oxidizing capacity is 
not replenished sufficiently within the pores or cavities to maintain passivity 
there ; once activated the surface surrounding the point is thrown cathodic 
and penetration within the pore is rapid. 
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INTERGRANULAR DISINTEGRATION 
The intergranular disintegration 7: 13, 54, 63, 64, 74, 76, 78, 79, 90, 104 gf 12.8 


has been so much discussed and studied, and mentioned in the technical 
journals that the simpler facts of its occurrence are often only hazily realized 
by those who have not had occasion to go into the subject thoroughly. 

In the first place 18-8 when properly produced and processed is not 
susceptible to intergranular attack. The alloy is made susceptible only 
when held for an appreciable time within the vicinity of 950° to 1400° F. 
In the progress of welding, a condition of susceptibility develops at the 
weld and particularly in a zone either side of the weld, where this tem- 
perature range has obtained. 

The corrosive conditions that may cause grain boundary attack, once 
the alloy is made sensitive to it by heating in the damaging temperature 
range, cover those on the border line of passivity-activity to those ordinarily 
considered fairly safely removed from this. Dilute weak acid solutions, 
such as carbonic, have been known to embrittle, as well as brines. The 
standard test for embrittlement susceptibility is immersion in a boiling 
sulfuric-copper sulfate solution. Such a solution is strongly oxidizing as 
well as strongly acid. Without the copper the acid would rapidly activate 
the metal over its entire surface. The copper brings about passivity except 
at grain boundaries depleted of chromium. 

What is the special condition of the metal that makes it susceptible to 
intergranular attack? There is fairly general agreement as to the specific 
effect of improper heat-treatment. Bain, Aborn, and Rutherford * describe 
it as follows: 


“The hypothesis which appears to explain both the symptoms and 
the remedy postulates that the carbon largely dissolved at high tem- 
perature and permanently retained in supersaturated solution at 
ordinary temperatures is rejected in the form of a chromium-rich carbide 
in the grain boundaries at intermediate temperatures. The formation 
of such a carbide draws heavily upon the chromium content of the 
metal adjacent to a carbide particle, thereby impoverishing it in 
chromium below the concentration required for normal corrosion 
resistance. Accordingly, a vulnerable pathway through the metal is 
opened up along grain boundaries wherever fine carbide precipitation 
occurs.” 


Solution penetrates along the grain boundary zones and since these 
alone are in the active condition, all the attack is concentrated on them. It 
is probable that the remaining passive metal acts cathodically. At any rate 
the progress of embrittlement may be extremely rapid. 

Annealing of 18-8 is accomplished ordinarily by heating at tempera- 
tures between 1800° and 2150° F. To prevent carbide precipitation, cooling 
through the damaging range—950° to 1400° F.—must be rapid. 
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Ficure 45. Effect of Carbon 
Content on Sensitivity of 18-8 to 


1200 Intergranular Attack.’ 


FicurE 46, (below). Effect of 
Temperature on Sensitivity of 
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Ficure 47, Effect of 
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Strauss *® has mentioned that 0.14 carbon 18-8 cooled from 2100° 
to 750° F. in four minutes showed a tendency toward intercrystalline 
embrittlement. Bain, Aborn, and Rutherford? have reported grain- 
boundary attack on 0.08 carbon 18-8 following two minutes heating in the 
damaging range; and also that two seconds at 1400° F. will induce pre- 
cipitation. The heat of welding is a well-recognized sensitizer. 

The dependency of susceptibility on carbon content, time, temperature, 
grain size, is best indicated by the curves in Figures 45, 46 and 47. 

Means of avoiding susceptibility to grain-boundary attack have been 
developed. One method is to make sure that the metal is cooled rapidly 
through the damaging range, a method used as a natural course in the pro- 
duction of the alloy, following annealing and forging. High temperature 
treatment and rapid cooling is often also used following welding. 

Another method is based on the observation that prolonged heating in 
the damaging temperature range will in time return the metal to its stable 
non-susceptible condition. This change is believed to be due to the fact 
that chromium-impoverished zones become replenished in time by further 
diffusion of chromium. Complete recovery is a very long-time process, 
except in the case of cold-worked metal. Bain, Aborn, and Rutherford? 
have referred to 0.08 C 18-8, 50% cold worked, that at 1100° F. was 
sensitized to a maximum extent in 2-3 minutes and completely recovered in 
10 hours. 

Perhaps the most positive means is the addition of carbide-forming 
elements to 18-8. Titanium has received the most study, though others 
like columbium are effective. As a stabilizer, titanium acts by taking the 
place of chromium in the formation of the carbide, with the result that 
chromium impoverishment does nof occur. The curve in Figure 48 best 
illustrates the comparison between titanium-stabilized and regular 18-8. 
These investigators have found that a titanium content of about six times 
the carbon content in excess of 0.02% is a sufficient stabilizer. 

Tests °4 made on welded specimens of low carbon, high carbon, and 
titanium-stabilized 18-8 in the boiling sulfuric acid-copper sulfate mixture 
gave the results in Table 163. 


TasLe 163.—Intercrystalline Attack of 18-8. 


Penetration 
in Mils per 
paley 500 Hrs. 
c Cr Ni Ti 
07 17.4 9.1 trace 
15 19.6 8.4 a 
07 18.1 9.1 38 
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Ficure 48. Effect of Titanium on Sensitivity of 
18-8 to Intergranular Attack.’ 
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Two-METAL GALVANIC CoRROSION 


The activity-passivity relationship of the chromium alloys has an 
important influence on their two-metal galvanic behavior. In the active 
condition *” stainless steels, for instance, are electrochemically not unlike 
ordinary iron and steel. Given a solution of the type that will produce 
the active condition and at the same time is a good electrical conductor, 
the more cathodic metals like copper and copper alloys will accelerate the 
attack of stainless much as they will steel. 

Tests #° on 18-8 and Monel metal couples in a nitrogen-saturated 5% 
sulfuric solution at 86° F.—a non-passivating condition—have given the 
results in Table 164. The electrodes were of equal area. The 18-8 
behaved anodically from the start. 


TABLE 164.—18-8 : Monel Couple in Non-oxidizsing Acid, 


Time from Start nada Current 
in. Amperes 

0 18-8 .00080 

30 18-8 .00083 

60 18-8 .00070 

90 18-8 00055 

120 18-8 .00055 

1170 18-8 .00038 

1200 18-8 00038 


1260 18-8 .00038 
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On the other hand these alloys when passive are extremely stable in 
galvanic couple even with the copper metals. In fact the 14 Cr 80 Ni 
alloy in sodium chloride has been found to remain passive, and even to 
develop passivity following activation with hydrochloric acid, in contact 
with a much larger area of graphite, a substance noted for its efficiency 
as a cathode. 

In line with these generalizations it is safe, so far as damage to stainless 
is concerned, to couple it with other metals in exposure to any of the solu- 
tions against which it presents its passive surface and against which there- 
fore it is useful. Coupling with other metals will not break down passivity ; 
the damage to the stainless results only when by some other condition of 
exposure a localized or larger area of the surface becomes active, and at 
this area two-metal galvanic acceleration takes place. 

The effectiveness of stainless as a cathode material is very important 
to consider in view of the fact that when passive it is strongly cathodic 
to other metals and therefore potentially able to damage the other metals 
more or less severely. It has been thought in the past that the protective 
oxide film on stainless would prevent the steel from being effective as a 
cathode and therefore that it could be used coupled with iron, for instance, 
without danger of galvanic attack. 

As a matter of fact this belief has proved to be justified in a limited 
way. In milk, 51 for instance, stainless will not accelerate corrosion 
of copper, nickel and the alloys of either, and tin, even though by potential 
reading the stainless is rather strongly cathodic. Aluminum, iron, and 
zinc, on the other hand will suffer appreciably when coupled with stain- 
less, yet the degree of galvanic attack on these is considerably less when 
coupled with stainless than with copper for instance. The following 
results are typical of those obtained using cathode and anode specimens 
of equal area (0.5 sq. dm) in quiet immersion in sweet milk at 149° F. 57: 

18-8 coupled with nickel — <.01 milliampere. 

Copper coupled with nickel—1.9 to 0.62 milliamperes. 
18-8 coupled with aluminum —.17 to .10 milliampere. 
Copper coupled with aluminum —8 to .90 milliamperes. 

It must be kept in mind, however, that milk is quite individual in 
bringing about this low degree of effectiveness of stainless as a cathode. 
In sea water, 1822 sodium sulfate and sulfurous acid, concentrated 
sodium chloride solutions and acetic acid *° stainless has behaved like 
any other cathode material in causing galvanic attack on the other metal 
of the couple. These solutions are typical of those to which stainless 
normally offers its passive surface. At times, it is true, stainless has 
been somewhat less effective than other cathodes, yet at others more 
effective. These variations therefore are not due to a specific property 
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of the metals but rather to the metals-exposure relation. There is a 
suggestion 1° that stainless as a cathode is more effective when depolariza- 
tion is due to oxidizers rather than hydrogen evolution. 

Tests have been made on iron coupled with 18-8 and platinum 
respectively in fully aerated, agitated 3.5% sodium sulfate at 86° F. The 
area of iron (.142 sq. dm.), anodic in both couples, was slightly over 
one-half the area of the cathode. The results were as given in Table 165. 


TABLE 165.—Iron Couples vs. Aerated Salt Solution. 
Corrosion of Iron—Mg. 


18-8 vs. Iron Platinum vs. Iron 
Total corrosion=: ac. ieee ee 102.6 107.4 
Uncoupled: corrosion, go ..2.cseeteeees 37.4 36.9 
Galvanic. corrosion o-<. +. ceases tee 65.2 70.5 


Aerated, agitated 5% sulfuric acid at 86° F. gave the results in Table 
166, with Monel metal specimens anodic. The anode area was .15 sq. dm., 
the cathode .26 sq. dm. 


TABLE 166——Monel Couples vs. Aerated Acid. 


Corrosion of Monel—Mg. 
18-8 vs. Monel Platinum vs. Monel 


‘Lotal- COrrosidn ac tee eee 42.4 49.1 
Uncoupledcarrosiotiv 4.2.0 een aad: 34.2 
Galvanic: corrosion — avo0)). © eee 8.7 14.9 


In a saturated impure solution of sulfur dioxide at 122° F., the data 
in Table 167 were obtained in aerated, agitated exposure of 20 hours. The 
bronze was anodic. 


TABLE 167.—Bronze Couples vs. Sulfurous Acid. 
Corrosion of Bronze—Mg. 


Valve Bronze Valve Bronze 

vs. 18-8 vs. Platinum 

Anode area. 0.153 sq. dm. 0.154 sq. dm. 

Cathode area 0.430 sq. dm 0.413 sq. dm. 
TOta lr COrrogions... ag yee eee ee 52.5 48.1 
Uncoupled corrosion ................. 8.8 8.8 
Ssalvailic:corrosidimnu tUn es ee 43.7 39.3 


Tests *° in saturated sodium chloride-solution, aerated and agitated, 
at 185° F. have given the results in Table 168. 


TABLE 168.—Cast Iron Couples vs. Aerated, Hot Salt Solution. 
Corrosion of Cast Iron—Mg. 


Monel Cathode 18-8 Cathode 
Anode area. 0.15 sq. dm. 0.15 sq. dm. 
Cathode area 0.35 sq. dm. 0.35 sq. dm. 
2 tal’ Corrosion .. 1.25, 25 eee 
Uncoupled corrosion ................. Bae Bee 


Galvanic corrosion 


iSdsghe OREO eee 46.9 68.7 
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Another interesting and important observation has been made on 
the two-metal galvanic behavior of chromium alloys. This is that 
an alloy activated before being placed in coupled immersion in a solution 
which normally passivates it, is still able to develop passivity on immer- 
sion. Thus the development of passivity is indicated in the data in Table 
169 on a couple consisting of freshly ground 18-8 and Monel metal, 
in fully aerated, agitated 5% sulfuric at 86° F. The Monel area was 
0.15 sq. dm., the 18-8 area .270 sq. dm.: 


TABLE 169 —18-8:Monel vs. Aerated Acid. 


Time yee Start Anode Current 
, amperes 
0 18-8 .0060 
30 18-8 .0038 
60 18-8 0031 
1020 Monel .00012 
1140 Monel .00012 


Hydrogen deposition at an 18-8 cathode does not destroy its passivity 
in simple galvanic couples, as current and potential measurements made 
in connection with the tests described above have shown. It is true, 
however, the strong evolution of hydrogen that results from an impressed 
current on a stainless cathode does destroy passivity. ® 1° 


AcIps 


The effect of acids on the chromium alloys is dependent on whether 
the oxidizing capacity or the acidity of the solution gains the upper hand. 
In one case, as strong nitric, the alloys are thoroughly passive, with rates 
ranging below 1 mg. per sq. dm. per day. Strong nitric is very powerfully 
oxidizing and rather mild in hydrogen-ion concentration. In strong hydro- 
chloric, on the other hand, acidity dominates the very mild oxidizing 
capacity of dissolved oxygen. Consequently corrosion is rapid. 

The boundary between conditions that maintain passivity and those that 
produce corrosion is often a fairly definite one. Results in sulfuric acid 
bring this out clearly. A 3% sulfuric acid solution through which hydrogen 
was bubbling has corroded 18-8 at a rate of over 400 mg. per sq. dm. per 
day which is rapid when viewed commercially. The: same solution with 
oxygen rather than hydrogen bubbling through it gave a rate of 4 mg. per 
sq. dm. per day—a passive condition. 

Of course acid solutions are not frequently encountered that have either 
oxygen or hydrogen bubbling through them, but the comparison is useful 
as an illustration of the importance of oxidizing capacity, or rather the 
struggle between oxidizing capacity and acidity. Most acid solutions 
handled at room temperature carry a moderate concentration of dissolved 
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oxygen absorbed from the air. This is sufficient to produce passivity in 
most solutions that have not a very high hydrogen-ion concentration. 

Acting with oxidizing capacity and acid strength are a number of other 
factors that determine the passivity-activity boundary. These are chromium 
content, nickel content, and carbon content, and heat treatment. All these 
factors are dependent on each other in their influence and it is for this reason 
that the boundary is not always readily anticipated. It is possible, however, 
to outline fairly accurately the behavior of 18-8 stainless steel that has been 
properly heat-treated (1. e. that has not been held between 950° and 1400° F. 
for an appreciable length of time) : 


1. Acid solutions of high hydrogen-ion concentration are resisted only 
if the oxidizing capacity of the solution is strong. Nitric of 1 to 15% con- 
centration is an example of an acid that has sufficiently high oxidizing capacity 
to take care of the high hydrogen-ion concentration. Sulfuric acid of 1 to 15% 
concentration when strongly aerated produces passivity but if not strongly 
aerated is corrosive. Hydrochloric acid of 1% or higher even though strongly 
aerated is not resisted. 

2. Acid solutions of intermediate hydrogen-ion concentration are well 
resisted so long as the oxidizing capacity is moderate. The dissolved oxygen 
normally present in a solution, quiet or in motion, that is freely exposed to 
the air is often sufficient for passivity in such solutions as sulfuric, tartaric, 

' formic, phosphoric, of 0.1% concentration and less, or acetic of any concen- 
tration. On the other hand these solutions in the absence of dissolved air 
or when carrying reducing agents, are likely to be corrosive. In this class 
also are strong sulfuric and nitric solutions (e. g. over 30%), which are not 
high in hydrogen-ion concentration. 

3. Hydrochloric acid differs somewhat from the other acids in that pas- 
sivity is more difficult to produce. In fact though there have been cases of 
passivity in hydrochloric this is the unusual condition even in very low con- 
centrations of hydrochloric. 

4. Oxidizers like ferric and cupric salts, in acid solutions, are more 
favorable to passivity than dissolved oxygen. The presence of these in sul- 
furic solutions is particularly beneficial. 

5. Oxidizing capacity, when insufficient to maintain passivity, is an 
accelerant of corrosion. It is important to note that under conditions at the 
active-passive boundary corrosion may be extremely active or almost com- 
pletely absent, depending on whether the passivating effect of the oxidizing 
capacity has the upper hand or not. 

6. Pitting attack is a result of localized activity on a passive surface. 
The presence of chlorides and other halides in acids frequently leads to pit- 
ting. Generally speaking, however, the conditions that cause pitting are not 
clearly apparent. 

7. Elevated temperatures shift the active-passive border line in such a 
direction that a good many of the conditions that produce passivity at room 
temperature cause rapid corrosion at elevated temperatures. An important 
reason for this is the lowering of dissolved oxygen content by rising tempera- 
tures. Passivity is maintained in hot nitric because the oxidizing Capacity of 
the solution is not altered by the temperature rise. Boiling solutions of 


sulfuric, tartaric, phosphoric, formic, etc., may be on the other hand extremely 
corrosive. 


Nitric acid. Nitric acid % 28, 56, 60, 65, 67, 77, 82 solutions, very strongly 


oxidizing, are widely handled by the chromium alloys. The chromium in 
the alloys is principally responsible for their resistance, nickel contributing 


- 
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ina minor way. ‘l'ypical corrosion rates are 10 mg. per sq. dm. per day and 
less. Corrosion has a tendency to be greater in the more dilute—1 to 20%— 
} range, but with chromium contents of 18% and greater even these con- 
centrations are ordinarily well resisted. With 13 to 14% chromium, 
whether straight chrome iron or with up to 80% nickel, rates in 1 to 20% 
acid range up around 300 to 400 mg. per sq. dm. per day. Yet in 25-30% 
acid and higher rates for these are 10 mg. per sq. dm. per day and less. 

Pilling and Ackerman ® have made tests in nitric on a large number of 
Cr Ni Fe compositions. Their results are unusual in that the rates are 
far higher than rates reported by other investigators. Prior heat-treatment 
consisted of a 30-minute anneal at 1832° F. followed by furnace cooling, 
which is a heat-treatment that is not favorable to corrosion resistance. The 
tests were run in thoroughly aerated agitated 5% and 35% solutions at 
86° F. In the dilute acid the rates even of 28-32 Cr were high enough 
(1-hour exposure) to be considered on the active side of the boundary. 
In 35% acid (54 min., 2.5 hours, 20 hours) passivity was well developed 
with 10 Cr and greater, both with and without nickel, rates ranging from 
85 to 1 mg. per sq. dm. per day, and less. 

Boiling acid in the case of the 14% chromium alloys is much more 
corrosive in the 1 to 20% acid range, but in the higher concentrations boiling 
acid is often no more corrosive than acid at room temperature. With 18% 
chromium and greater, rates in boiling acid range below 100 mg. per sq. dm. 
per day, and usually much below this. 

Tons of chromium alloys are used for equipment in the manufacture 
of nitric acid from atmospheric nitrogen, where the concentrations of nitric 
run 55 to 65%. On the other hand nitric carrying chlorides or other halides, 
characteristically present in acid made from saltpeter, is corrosive to the 
chromium alloys, the halides preventing passivity. 

Hydrochloric acid. As a rule one of the strongest reactants with 
chromium alloys, even hydrochloric exposure at times has produced the 
passive condition, with rates as low as 1 mg. per sq. dm. per day at room 
temperature. Molybdenum makes a very marked contribution to resistance, 
as noted in Table 170. * 


TaBLE 170.—24 Cr 10 Ni vs. Hydrochloric Acid. 


Corrosion Rate—Mg. per sq. dm. per day 


Molybdenum Tungsten Silicon 
24Cr10Ni “Addition | Addition Addition 


1500 hrs., 77°-86° F. 


1% CONC. ...-+++++ee0ee 19 2 
ae NM aeenseneveeees zi 21 
Riot etree ina. <1 29 
WSGa oe pee vcs rece. ~—t! 89 


DOUG oi hing sta 9's Kaela : 400 
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Passivity was likewise in evidence in boiling acid, over a 300-hour 
period. See Table 171. 


TaBLe 171.—24 Cr 10 Ni vs. Boiling Hydrochloric Acid. 
Corrosion Rate—Mg. per sq. dm. per day 


- Molybd Tungsten Silicon 
24.Cr 10. Ni: A Jaition oy Addition ieeAdgienne 

Boiling by 

b2% mes aaa ete AE 560 1400 

erie at Car doe acts atc oe 

VOCE Seer ee <1 1400 

TP ee ey tate a ee <1 

Z.OGa eon arch we nisin eres <1 

2 Synth Teer eke Sele <1 


The extremely interesting results in Table 172 were also obtained— 
interesting in that they show the progress of passivity. The alloy was the 
24 Cr 10 Ni with molybdenum, and the acid boiling 1% hydrochloric. The 
same specimen was reimmersed three times. 


TABLE 172.—24 Cr 10 Ni, + Mo, vs.°Boiling Hydrochloric Acid. 
Corrosion Rate 


Mg. per sq. 

dm. per day 
First-periodof 22 ohirs.0 sen wa ees eds ae ee 33 
Second period, of 2F hréis.5. 20.02 cee ee 9 
Third ‘period,of 32. hrs. sae ee ee 2 
Fourth: period of/575:hrs. 51-5)... sees <1 


Other investigators ®° found that thoroughly aerated, agitated 5% 
hydrochloric failed to produce passivity on Cr and Cr Ni Fe alloys up 
to 32 Cr. The lowest rates, 700 to 1000 mg. per sq. dm. per day, applied 
to those carrying 13 Ni and greater, regardless of the chromium content. 
Pre-treatment of these alloys consisted of 30-minutes anneal at 1832° F. 
followed by furnace cooling, which is unfavorable to resistance. 


Still other data 4% 48, 60, 77, 82 indicate decided activity for hydrochloric 
solutions. 


Sulfuric acid. Sulfuric acid 1, 28: 41, 43, 65, 67, 68, 77, 82, 88, 89, 103 3. very 
clearly a passivity-activity border line condition. In one set of tests ® in 
thoroughly aerated, agitated 5% acid passivity failed to develop on alloys 
ranging up to 32% chromium, both with and without nickel; the preheat- 
treatment was such as to militate against passivity. 

In another set ®? on 24 Cr 10 Ni, all concentrations produced passivity, 
in 1500 hour exposure of unstated aeration degree, at room temperature. 
The rates were less than 1 mg. per sq. dm. per day. In boiling acid the 
passivity limits, in these tests, are indicated by the data on page 286. 

Oxidizing capacity, if strong enough, will give passivity even in solutions 
of high hydrogen-ion concentration. Thus in 1 and 3% acid saturated with 
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oxygen the rates were 2 to 4 mg. per sq. dm. per day, whereas in hydrogen- 
saturated solution the rate in 1% acid was 96 and in 3% 440 mg. per sq. dm. 
per day. *° 

It does seem true however, that concentrated (80 to 100%) acid is very 
well resisted by 18-8, with rates as low as 1 to 2 mg. per sq. dm. per day 
at room temperature. The rates go up rapidly with temperature rise, 
however. 

Strong oxidizers in sulfuric very notably enlarge the passivity range of 
the stainless steels. Copper sulfate, ferric sulfate, nitric acid have such 
an effect. With these mixtures the metals are usually resistant. 

In nitric-sulfuric mixtures 18-8 is passive at room temperature. A 
58/40/2 sulfuric/nitric/water mixture gave the following :** 

68° F. <2 mg. per sq. dm. per day 

140° F. 12 mg. per sq. dm. per day 

212° F. 170 mg. per sq. dm. per day 

230° F. 1800 mg. per sq. dm. per day 
Strauss 8% 8® in various mixtures at the boiling point obtained rates of 
150 to 2000 mg. per sq. dm. per day. Other tests ? gave rates of 350 to 
116,000 mg. per sq. dm. per day for 18-8 in boiling mixtures. Still others st 
gave 20 to 100 mg. per sq. dm. per day in acid mixtures at AV om Uren se 
boiling for 24 Cr 10 Ni, with additions of molybdenum or tungsten to this 
alloy giving some what better performance. 

These results therefore indicate that boiling mixtures are critical in the 
sense that they may or may not be very corrosive to the 18-8 and related 
alloys. Below the boiling point these alloys are well resistant. 

Copper or ferric sulfate in sulfuric solutions exerts a strong passivating 
effect. As an example, the rates in Table 173 were obtained °° in a 10% 
sulfuric solution on a 12.6 Cr 0.3 C steel, hardened and tempered: 


TasLe 173.—Cr Fe vs. Oxidizing Acid. 


Conc. of Corrosion Rate 

Ferric Sulfate Duration Mg. per sq. 
Grams per liter dm. per day 

0 24 hours 1300 

5 * 1500 

10 > 1600 

15 7 1700 

20 36 days <24 

40 34 <24 

60 <24 


Boiling copper sulfate and sulfuric mixtures are used as a rapid test 
for susceptibility to grain boundary attack of 18-8. Suitably annealed low 
carbon 18-8 remains unchanged in a boiling 107% sulfuric and 10% copper 
sulfate solution, yet the alloy that has been given a damaging heat treatment 
is very actively penetrated along grain boundaries within a period up to 
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several hundred hours. At room temperatures, 18-8 is thoroughly resistant 
to copper sulfate and sulfuric mixtures. 

Tests on chromium iron alloys gave the results ®° in Table 174, 
which are particularly valuable in indicating where the boundary between 
active and passive states lies in 25% sulfuric at room temperature. 


TABLE 174.—Cr Fe vs. Sulfuric:Copper Sulfate Solution. 
Copper Sulfate 12 Cr 09 C 13 Cr .14C 14 Cr .09 C WeCrais.C 


Ag. ac auite concen te passive passive passive passive 
yy me ee te AP : ze “ “ 
A) eS ED ge SO 6 active “ = . 
DOs cian hssch weed pitas : - - ™ 
LY BO i a. ale EU ed ~ active : = 
02090. Sra teens i. active ¥ 
0.1259Ge Sie et a : t . : 


Other oxidizing agents are passivating in a manner similar to copper 
and ferric sulfate. Tests ® on silver sulfate, mercurous sulfate and potas- 
sium ferri-cyanide gave the following results: 


Mg. per sq. 

Boiling 20% sulfuric dm, per day 

0.190 silver sulfates rc. 0 tse. eee ee 16 

0.19 ‘mercurous’ sulfate .22 cur. 22) ee ee 9 

0.1%: copper? sulfate; Ji 5 occu. cee ee ee 7.5 
Boiling 5 (by volume) sulfuric (66° Bé) 

0.1%: ferric ssulfate tae eee ee aA 

0.1% potassium ferricyanide .............ecceeeee 4 

No added salti.0) 2 Ceweu ee he ee 43,000 


Sulfurous acid. Passivity is characteristic of the chromium alloys in 
sulfurous acid + 1% 14, 26, 54, 65, 80, 82, 92 Hrovided the alloy content is suffi- 
cient.. When active the alloys are rapidly attacked, either with dis- 
solution or with intercrystalline attack. Chromium of course confers 
the passivity, alloys with under 12 to 15% chromium being attacked seriously 
in solutions even at ordinary temperature, and the higher chromium alloys 
being passive. Nickel is beneficial in somewhat lowering the chromium 
necessary to confer passivity. 

An excellent survey of the action of pure sulfurous on chromium alloys 
is given by Figure 49. The alloys were given a 30 min. anneal at 1832° F, 
followed by furnace cooling, a treatment favoring corrosion. 

A rate of 1 mg. per sq. dm. per 54 min. corresponds to 26 mg. per sq. dm. 
per day. Attention is called to the tremendous difference between active and 
passive metal in rate of attack. 

Commercially, chromium-nickel-iron is widely and very successfully 
used in equipment handling the impure sulfurous acid solutions of sulfite 
digestors, in the paper industry. 18-8 and the higher alloys, either wrought 
or cast, when properly made have almost unlimited life. Several papers 
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Chromium percent 
Ficure 49. Chromium Alloys vs. Pure 5% Sulfurous Acid.” 


13, 52, 92 have mentioned the rapid intergranular failures of some composi- 
tions associated with carbide precipitation, due either to insufficient alloy 
or to improper heat-treatment. These sulfite liquors seem to constitute a 
milder grain-boundary-attacking condition than the boiling sulfuric-copper 
sulfate solution often used in testing for susceptibility. Yet the conclusion 
has been drawn ™ that it is desirable to take special precautions in using 
low carbon 18-8 or titanium-stabilized 18-8, if welding without subsequent 
heat treatment is employed, and, in the case of castings, high temperature, 
rapid-cooling treatment.’* 

Molybdenum is desirable in handling extremely hot saturated sulfurous. ss 
See Table 175. 

The presence of sulfuric acid or chloride in sulfurous tends to contract 
the passivity limits. Pilling and Ackerman © have observed that a stale 
solution of sulfurous has stained 15 Cr 15 Ni vigorously, a composition 
“normally passive by a good margin.” This effect was traced to a small 
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Tas_eE 175.—18-8 vs. Sulfurous Acid. 
Corrosion rate—Mg. per sq. dm. per day 


18-8 
° Pressure 

F, Tie 18-8 Le 

Atmos. <24 f, 

a 60 <24 <24 
320 70-125 240-720 <24 
356 150 240-720 <24 
392 200 240-720 24-240 
392 300 240-720 24-240 


content of sulfuric in the acid. They state also “a steel containing 28% Cr 
suffered no detectible corrosion in pure 5% sulfurous; the addition of 5% 
NaCl, which in itself is also without effect on this steel, brought about a 
corrosion rate of 95,000 mg. per sq. dm. per day, as great as that of dilute 
hydrochloric acid.” 


Phosphoric acid. Phosphoric solutions,* ® 67 69,76 behave with 
great complexity. Pilling and Ackerman © have reported activity for 
15 Cr, 15 Cr 13 Ni, 15 Cr 20 Ni, that had been given a damaging heat- 
treatment, in 5% thoroughly aerated, agitated phosphoric at 86° F. 

An interesting series of tests made by Portevin and Sanfourche ® have 
indicated the behavior of Cr Ni Fe. Three solutions were used: 1. 7 5% 
concentration derived from burning phosphorus, 2. This solution diluted 
to 40%, 3. A 40% solution derived from superphosphate. Impurities in 
solutions 1 and 2 consisted of very small quantities of acids of phosphorus 
of lower degrees of oxidation; solution 3 carried sulfuric acid, salts of iron, 
aluminum, chromium, magnesium and calcium, and also fluorine compounds, 
as impurities. The tests were made in the quiet solutions at 59° to 62° Ke 
over exposure periods up to 250 hours. 

In all three solutions only one alloy, 21 Cr 8 Ni, remained passive to the 
end of the test, with rates under 1 mg. per sq. dm. per day. In the dilute 
and concentrated pure acid 13 Cr remained passive and in the dilute 11 Cr 
and 10 Cr 23 Ni remained passive. In the concentrated pure acid 12 Cr 
32 Ni, 11 Cr 52 Ni, ahd 10 Cr 23 Ni had rates of about 25 mg. per sq. dm. 
per day, and in the dilute pure acid 12 Cr 32 Ni had a rate of 80 mg. per 
sq. dm. per day, which would seem to be the minimum rate for chromium 
alloys in their active state, under these exposure conditions. In the impure 
solution the active alloys gave rates ranging above 400 mg. per sq. dm. 
per day. 

In another set of results ® it is reported that 24 Cr 10 Ni gave rates of 
less than 1 mg. per sq. dm. per day at 86° F. This was true of alloys with 
the same ratio of chromium and nickel but with a few per cent molybdenum, 


tungsten, and silicon respectively. In hot acid the rates in Table 176 were 
obtained : 


77}. = 
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TABLE 176.—24 Cr 10 Ni vs. Hot Phosphoric Acid. 
Corrosion rate—Mg. per sq. dm. per day 


24 : Tungsten Molybdenum Silicon 

‘ eee me Aton ga eA dditon Addition 
Boiling 

CO VaR CONG. cack « 5 

ZO 9ST CONC. t. 4s, 960 

50% cone. .....% 8 7 

S5%'GOnc: 4.505 96 700 
At ae F 

65% conc. .....: 4 9 

80% conc... 5. 12 a sb 
At 176° F 

BO%* cone: Si ve <i 


Obviously the resistance of chromium alloys to phosphoric acid is 
extremely sensitive to some unknown factors. Other results,*® ® 8? con- 
firm this. Based on indirect evidence it may be said that the presence of 
ferric iron tends strongly to make the alloys passive, and the presence of 
chlorides or other halides and of reducing agents (possibly phosphorus in 
intermediate degree of oxidation) to make them active. 

According to report a good many tons of stainless have been used in the 
construction of phosphoric manufacturing plants. 


Hydrogen sulfide. Chromium alloys are normally excellent against 
hydrogen sulfide and water mixtures at ordinary temperature. Unlike 
nickel and copper, these alloys do not even tarnish, in exposure at room and 
slightly elevated temperatures. Johnson *! has given a rate of 350 mg. per 
sq. dm. per day for a 27% chromium iron in a boiling saturated solution 
of hydrogen sulfide. This would indicate that there is a temperature limit 
to the passive range of the chromium alloys. Just where it lies is prob- 
lematical. On the other hand he records a rate of 28 mg. per sq. dm. per 
day for 8 Cr 24 Ni 3 Si in hydrogen sulfide at 194-212° F., and less 
than 1 mg. per sq. dm. per day for stainless iron. In another test *° alloys 
were exposed in an atmosphere of hydrogen sulfide, air, and moisture at 


150° F. 18-8 gave a rate of 175 and 14 Cr 80 Nia rate of 58 mg. per 
sq. dm. per day. 


Chromic acid. The chromium alloys are normally passive in chromic 
acid. The acid is a strongly oxidizing one and yet not strongly ionizing. 
Chromic in the presence of stronger, non-oxidizing acids that are hot 
enough to make the alloys active is strongly accelerating on corrosion. 
Thus in the case of 14 Cr 80 Ni a 70% boiling acetic solution gave a rate 
of 80 mg. per sq. dm. per day. The addition of 0.1% potassium dichromate 
led to rates of 150 to 2000 mg. per sq. dm. per day. *° In other tests se 
18-8 partially immersed in a fractionating still handling concentrated acetic 
with a small sodium dichromate addition at 240° F. for 387 hours was 
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corroded at rates of 25 to 60 mg. per sq. dm. per day. Undoubtedly in this 
case the dichromate acted in its passivity-producing capacity, as contrasted 
with its strongly accelerating effect in the former test. 

Acetic acid. Chromium-nickel-iron is characteristically passive in 
acetic acid solutions 2 4% 41; 43, 50, 59, 60, 65, 67, 82, 88 of all concentrations at 
room temperature, with rates ranging 1-2 mg. per sq. dm. per day and less. 
This is true of 18-8 and its modifications as well as of alloys higher in 
nickel. The simple chromium alloys, though having a tendency to be pas- 
sive, are more likely to corrode, rates running from 25 to 2500 mg. per 
sq. dm. per day. In a set of tests in air-saturated, agitated acid solutions 
rates for a low carbon 14% chromium stainless ranged from 500 mg. per 
sq. dm. per day in 1% acid to 2500 in 100% acid. 

Against thoroughly aerated, agitated 5% acetic at 86° F., Pilling and 
_ Ackerman ® found three 15 Cr compositions (0, 13, 20 Ni respectively) to 
be active, with rates over 200 mg. per sq. dm. per day. These alloys had had 
a damaging heat treatment. 

In hot acid the austenitic nickel-bearing stainless group still have a 
tendency to be passive, though less certainly so than at ordinary tempera- 
tures. A number of tests in hot and boiling acid of all concentrations by 
different investigators has yielded rates of 80 mg. per sq. dm. per day and 
less, several rates running under 10 mg. per sq. dm. per day. On the other 
hand, rates occasionally have run above 200 to a maximum for 18-8 of 
2400 mg. per sq. dm. per day in boiling 80% acid. In hot acid the 14% 
chromium steels are likely to be strongly attacked. 

Glacial acid seems to behave much like the aqueous solutions, some tests 
indicating passivity, others activity. Boiling mixtures of glacial acetic and 
anhydrous acetic have corroded 18-8 at rates of 100 to 400 mg. per sq. dm. 
per day, specimens exposed in the vapor being less attacked than those in 
the liquid. 4° 
Molybdenum has been found beneficial in 24 Cr 10 Ni alloy,®? as 
indicated in Table 177 for boiling acid. < 


TABLE 177.—24 Cr 11 Nivs. Boiling Acetic Acid. 
~ Mg. per sq. dm. per day 
Conc. 24 Cr 11 Ni With 4.4% 


Molybdenum 
4090: tet is sete aerated Ce a ee <1 ee 1 
BOG waters n'a ce umene ssa a 31 <1 
Glacial" ty 5 vesnget os eee Ree 72 <i 
Anhydrous *(140" F.) i) 355). coe ee — ~ <i) | 
Anhydrous 5934.2. eee ee 140 72 


: Monypenny °° also found molybdenum beneficial in 17-18 Cr 10 Ni; 
with 3.42 Mo, in boiling acid of 5, 10, 15 and 33% the alloy was passive, 
whereas without the molybdenum passivity broke down in the 15 and 33% 
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acid. 20.9 Cr 10.6 Ni 3.78 Mo alloy was passive in acid from 5 to 100% 
concentration. Passivity of 15 Cr broke down in moderate concentrations 


at room temperature, of 20.7 Cr in moderate concentrations at 176° F. and 
boiling, and of 18-8 only in boiling. 


Other organic acids. In general, the behavior of the alloys in acetic 
acid is typical of behavior in other organic acids—formic, tartaric, citric, 
lactic, malic, oxalic, etc. At room temperatures in quiet or agitated exposure, 
18-8 remains passive as a rule. Boiling solutions of the high hydrogen ion 
range generally, though not always, produce activity, and of the weaker 
hydrogen ion range passivity. The 14% chromium alloys without nickel 
are sometimes active, sometimes passive at room temperature, but active 
before the boiling point is reached. The high (27%) chromium irons are 
passive at room temperature, active at boiling temperatures, except in the 
case of weak acid solutions. 

In Table 178 are given the results of tests made by a number of investi- 
gators. Rates under passivating conditions ran less than 10 mg. per sq. 
dm. per day, in the active condition over 100 mg. per sq. dm. per day and 
usually much above this. 


TABLE 178.—Cr Ni Fe vs. Acid Solutions. 








Active Passive 
Reference 82 
i 4 i hog Deere tier ee 20 Cr7 Ni 
Saas see 10taroee rus te oe: 20 Cr 7 Ni 
holiness 6 i 20 Cr7 Ni 
Oleic, Ue Leta a sweat eye. 20 Cr7 Ni 
Butyric, sehr al Det pA at Sua 20 Cr7 Ni 
sat’d, BIS PTee y ctus'stone ciols 20 Cr7 Ni 
Formic, 10% DOU ae LO, Gace es 20 Cr7 Ni 
50% Ege ihr age pees ghee 20 Cr7 Ni ; 
Lactic, Dc eis bay la ok ees 20 Cr7 Ni 
Carbolic, crude Se eter hea do vicain 20 Cr7 Ni 
Citric, 5% DOUING te leas Fok eee 20 Cr7 Ni 
- sat’d, rat) O)e) ee eee ney 20 Cr7 Ni 
Gallic,  sat’d, HOG a eee 8 ees” 20 Cr7 Ni 
Tartaric, sat’d, OS Bled e.g gs sis ko 20 Cr7 Ni 
Reference 40 
i el pee 18-8 (low C) 
Formic, 90%, submerged, 212° F. . 128 (hich C) 
18-8 (Mo) 
18-8 (Ti) 
MnO VACUO wividan dss corms 18-8 (low C) 
90%, in hot vapor . 18.8 (high C) 
~ 18-8 (Ti) 18-8 (all) 
90%, submerged, room .....-++++++: a 
earth facie TOOM ssccsceceeee 18-8 (all) 
ic, 30% 1 re, 80-150° F. concen- 
ees eticarbin 5 to 487 vacuum .... 18-8 (all) 
Fatty acids, crude split, ss tae 188 (pitted) 
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Reference 37 ; 
Partial immersion, room temp. 








Acetic, 1% 18-8 
Lactic hehe 2 et ee ne eee 14 Cr 
Butyric, 1% soe eeeseene Gr 
Citric, 0.27 J gs 
Partial immersion, 145° F. 18-8 
Butyric,.1 76:1 6 ab oR. ut eee 8 ae 14 Cr 
Lactic, 1% eae Ode oo sk Oe SS 17 Ce 
Reference 43 3 
id obs Saar TOONS: c..fakn cares 20 Cr 65 Ni 
VAY ee RE GAS ALE oh 20 Cr 65 Ni 
Trichiloracetic, 9090.) ¢TOOM va os eae eae 20 Cr 65 Ni 
7A W Add Nd Rey RAS Be syn 20 Cr 65 Ni 
Reference 65 
5% acid, fully aerated, room 
Gittic ag eos or eae ee ee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
BOM Io as re eee oe eee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
Lacticutse ct.) seeaas vet tee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
Oxahies cts hunt ee se nas ee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
Partaricie] oi ora. ere ee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
AGetic soit, oct Wace OS ee Ae Mae ee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
Benzoie vives vive cade. ee te alee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
Carboliguiisy ues peti nc er ee ee 15Cr, 15Cr12Ni, 
15Cr20Ni* 
* These alloys had had a damaging heat treatment. 
Reference 41 : 
Formic, 85% POON. ao ea ee 2/7 Cr 
ZOU TSR ad See 27 .r 
Lactic, 25% 2007 Ge yoo ee 2/ Gr 
Citric, ‘moderate conc. 212° F. ............. 2f-Cr 
Gallic, 25% 212°. 4 os tye 2a Gr 


The 14 Cr 80 Ni composition,*® though having a more confined range 
of passivity than the 18-8 alloy, is, because of its high nickel content, much 


less corroded when in the active state than 18-8. A number of rates are given 
in Table 179, ‘ 
TABLE 179—14 Cr 80 Ni vs. Acids. 


Mg. per sq. 

dm. per day 
Formic, 90%, 212% Fs" submerged. ceeecen. pece es eee 110 
VADOL (era) exe, erat nlorele wlehe exe chepehert see ne ee 72 
room, —submerged -. 2 :.). 0.0 eactane ae 22 
‘ Parts Amin. +. ce eee ee eee 33 
Lactic, 30% impure, 80-150° F. .......c.cebeenus cd ciu we 4 
concentrating from 5 to 48%, under vacuum .......... 21 

Fatty acid, crude split, 440° F. 

VADOL on 6,5 «die pine srnann £4 ce Ee 5 
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Caustic ALKALIES 


Caustic potash or soda solutions of any concentration at room tem- 
perature are well resisted by ordinary iron and steel, and likewise by stain- 
less. Elevated temperature, however, may be much more accelerating for 
chromium alloys than for straight iron. With elevated temperatures the 
resistance of stainless continues to be good at moderately high concentra- 
tions and temperatures. With further increase in temperature or con- 
centration the uncertain zone is entered where either passivity or activity 
may result. Where active, the alloys are corroded at much higher rates than 
ordinary steels. 

The data in Table 180 give a fair idea of behavior of the chromium 
alloys in hot caustic. 


TABLE 180.—Chromium Alloys vs. Caustic Solutions. 


Condition Alloy ra aie 
Reference 40 
NaOH, 70%, 260° F. 720 hrs. ....-..--. 18 Cr 8 Ni 2 
NaOH, 23%, 220°F. 720 hrs. ...------ 18 Cr 8 Ni <1 
NaOH, 10%, 170° F. 720 hrs. .....-.-- 18 Cr 8 Ni <l 
Reference 67 
KOH, 55%, boiling, 100 hrs. ......... 24 Cr 10 Ni 41 
NaOH, 30%, 176° F. ..:...ceceeceee eens 24 Cr 10 Ni 9 
Oy ee DOU ake 4 eaitns > <0 eae se 24 Cr10Ni 31 
Na:CO,, 25%, boiling, «........-+++++-+: 24Cr10Ni <1 
Reference 82 
NaOH, 20%, 230° F. .....-.-e-eeeeeeees 20 Cr7 Ni 5 
Boge O12 Ee, aio sae ene eae 20 Cr7 Ni me 
KOH, 279 honing: 2. ce sisas vase os 20 Cr7 Ni <2 
SN, <boilitig, S:en---44-= 2% + 20 Cr7 Ni 96 
Reference 83 
@ Steel a 
° ast Iron 
NaOH, 30-50%, 179 1 Bhs 380 hrs. se, Bale | 14 Cr Fe 180 
18-8 1,700 
NaOH, concentrating from 75% to an- 18-8 9,890 
hydrous, rod specimens rotated 1$:5.Gr 15,050 
at high speeds; air present 20 Cr 80 Ni 550 


The last set of data suggests the extreme corrosiveness of very high con- 
centrations of hot caustic and the beneficial effects of high nickel content. 
Tests on fused caustic ®2 have given the results in Table 181. 


Tape 181—20 Cr7 Ni vs. Fused Caustic. 


Condition Alloy a ae aay 
NaOH, fused, 600° F. ...0.secseerssece 20 Cr7 Ni 53 
KOH, fiised,  G80° Bai ec. nce cicese neces 20 Cr7 Ni 840 
fused, 1112° F. ..---2sssseceees 20 Cr7 Ni 8,900 
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AMMONIA SOLUTIONS 


Iron and steel are widely used for handling ammonia solutions.*® ® 79 87 
The chromium alloys are virtually completely resistant, and furthermore 
have the advantage over steel of not rusting under moist neutral conditions. 
Corrosion rates for the 18-8 alloy and other high chromium alloys may be 
taken at less than 1 mg. per sq. dm. per day. 


SALT SOLUTIONS 


Resistance of the chromium alloys to salt solutions depends largely on 
the efficiency of the protective oxide film. Salt solutions usually carry 
sufficient dissolved air to maintain this film. Certain qualifications are 
necessary, however. Chloride salts present a problem not met with non- 
chloride salts. It should be said at this point that generally speaking solu- 
tions of the non-chloride salts are well handled by 18-8 and by the austenitic 
alloys of lower chromium content. The 14 Cr 80 Ni type of alloy is: like- 
wise in the group of good resistants. This applies to hot or cold solutions, 
aerated, unaerated, or in the form of spray. 

As mentioned in the section on acids, the protective oxide film on the 
chromium alloys is particularly susceptible to penetration by the chloride 
ion. This is especially true of chloride acid solutions, but to some extent 
also in neutral solutions. It is for this reason that solutions of the chlorides 
of copper, mercury, iron, tin, zinc, and aluminum are corrosive—at times 
extremely corrosive—to the chromium alloys even when alloyed and heat- 
treated to give maximum resistance. Such solutions are characteristically 
acid. A good example of corrosion rates is given in Table 182.88 


TABLE 182.—20 Cr7 Ni vs. Chloride Solutions. 


Mg. per sq. dm. per day 
20 Cr7 Ni 20 Cr 7 Ni2.5 Mo 


Copper chloride, 50%, bowing 7. cose 110,000 150,000 
Ferric chloride, 50%, 1225. PAve ees 24,000 32,000 
Zinc chloride, 78° Bé.,, bh ad Sy ee 10 
Stannic chloride, sol., 68° Fs 550 
Stannous chloride, sol., L225. tices 65 
Mercuric chloride 0.7%, 68° Ree ' 210 
Mercuric chloride 0.7% boiling....... 880 


Other tests,4° in 27.5° Bé stannic chloride, gave rates as shown in 
Table 183. 


TABLE 183.—Cr Ni Fe vs. Stannic Chloride. 


Mg. per sq. dm. per day 

1 14 Cr 80 Ni 
G8. Fay d: weeks, quiet vrs scene eee eae 317* 105 
40" -F 5-1 day; agitated G4 tis eee ae 448 172 


* Grain boundary attack. 


— 
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These results make clear another fact—when the solution is oxidizing the 
action is very much more rapid. Stannous chloride and zinc chloride are 
not oxidizing. Yet even the rates given for these are high enough to indi- 
cate that the metal is not completely passive. 

Neutral chloride solutions—e. g. sodium chloride—are often not cor- 
rosive to properly produced 18-8. Yet this is on the active-passive border- 
line, as shown by the fact that pitting is not an infrequent occurrence with 
18-8 ‘in salt brines. 

In neutral chloride solutions, in fact, the behavior of 18-8 ranges from 
completely passive to a condition of passivity over most of the surface but 
with localized points of rather rapid attack. In calcium chloride or sodium 
chloride brines of high concentration the normal condition seems to be one 
of complete passivity. This seems true also of,dilute solutions. Yet the 
sensitivity of the alloy to cell attack resulting from circumstances such as 
contact with an external substance like glass rods used to hold specimens 
in laboratory tests, barnacles in sea water, oxide scale, or structure change 
as from the heat of welding, is pronounced. There is always the question, 
in using 18-8 with chloride solutions, whether external circumstances which 
might lead to localized attack can be avoided. It is definite enough that 
metal adjacent to welds will be likely to suffer localized attack in brines, 
in the case of ordinary 18-8 that has not been properly heat treated following 
welding. Yet on the other hand, it is true that this damage from the heat 
of welding is minimized if not entirely obviated by the use of a stabilizer. 
The use of a stabilizer, however, cannot be expected to prevent localized 
attack resulting from association with barnacles or other substances. Asa 
preventive of attack from this source a molybdenum content in the alloy is 
at least partially efficacious. 

An idea of corrosion rates of alloys that have been given a damaging 
heat treatment is offered by Table 184. The tests were run for 20 hours 
at 86° F., in thoroughly aerated, agitated solutions. 


TABLE 184.—Chromium Alloys vs. Chloride Solutions. 
Mg. per sq. dm. per day 


5% NaCl 20% CaCl: 
YOR eee teeta ry Se ee Oe eee 50 50 
SCH Nt is ce Srved ser cueson aes 10 J 
PSC ON ae ted cae e'so nn 2 ra 9 


It is readily seen that neutral chloride solutions constitute a border-line 
condition, where the passivity of 18-8 is favored when the alloy is produced 
to offer its best front, yet where, even with every precaution taken, cells 
may be set up that cause pitting. These remarks apply to brines, to sea 
water, and possibly in lesser degree to lower concentrations of chloride salts. 
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It is rather important to have some idea of the rate of pitting attack 
when this does take place. In tests in calcium chloride brines at room 
temperature and less, pits have developed to a depth of .002 to .004 inch in 
100 days. In the case of welded specimens, in calcium chloride brine at 
room temperature, no pits developed in the sheet remote from the weld, but 
in the zone adjacent to the weld the depths ranged up to .15 in. in 100 hours. 

The 14 Cr 80 Ni alloy shows interesting behavior in salt solutions. Its 
tendency to develop pits is perhaps somewhat greater than that of 18-8, 
yet the rate at which pitting action goes on has been found in cases to be 
on the order of 1/7 that of 18-8. The pits are characteristically broad and 
shallow as distinct from the straight-sided, deep pits on 18-8. This has been 
observed a number of times in exposure to sea water and to brines. Another 
feature of the 14 Cr 80 Ni is that its corrosion resistance is not damaged 
by the heat of welding. 

The salt spray test ®! has been widely used as a gage of quality for the 
chromium alloys. 18-8 has been required by the United States Government 
to be free from pitting or staining in 100-hours exposure; the lower 
chromium alloys, with or without nickel, are allowed somewhat more lee- 
way. An investigation of salt spray resistance has been made by Arness 
and Ostrofsky* on 12-27% chromium-iron alloys. In exposure up to 
500 hours action varied from the faintest surface staining, to incipient 
pitting, and rusting. The test is not sufficiently sensitive to discover 
effectively weakness in the protective film that leads to corrosion under less 
favorable and more usual conditions—such for instance as submersion in 
sea water. Furthermore the test gives no indication of susceptibility to cell 
action that may be occasioned by a special circumstance in service. 

Salt solutions on the alkaline side of neutral, in the absence of chlorides, 
are well resisted by the chromium alloys. Passivity is the normal if not the 
invariable condition for the 18-8 alloys and also the alloys of lesser chromium 
with or without nickel. 

Of the alkaline salts, the hypochlorites 7 88 are quite distinctive in 
behavior from the others. These carry free chlorine as well as chloride, 
the free chlorine acting particularly to penetrate the protective oxide. Con- 
centrated solutions ®* ®8§ of either sodium or calcium hypochlorites are 
rapidly and destructively reactive, very dilute solutions 38 are not likely to 
destroy passivity. The critical concentrations lie intermediate. Attack by 
these solutions is likely to be localized and reasonably long duration of 
exposure is necessary before the severity of attack can be determined. 


WATERS 


The normal behavior of 18-8 in distilled, tap, or other fresh waters is 
one of passivity. Thus in the usual forms of exposure—submersion, partial 


q 
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immersion, wet and dry exposure—the alloy remains substantially free of 
rusting and pitting. The activity-passivity border-line is rather remote 
from these conditions, although improper heat treatment or specially strong 
cell conditions will bring about rusting and incipient pitting. However, 
rusting and pitting when it does occur is of a superficial nature only. 

For deep and rapid pitting to occur a strongly conducting electrolyte is 
necessary ; fresh water of course does not qualify on this count. A super- 
ficial degree of rusting and pitting has been produced on 18-8 beneath a rag 
kept moist with tap water and resting for four weeks on the specimen. 
This so-called wick test constitutes a particularly severe cell condition; 
yet the poor conductivity of fresh water prevents the action from being 
more than a superficial one. 

Spray tests *° using city tapwater, made on specimens furnace-cooled 
from 1832° F. of several different compositions, indicated a very superficial 
degree of attack on 20 Cr alloys carrying nickel from 7 to 80%, over a 
52-day test period. A number of 24 and 28 Cr alloys remained clean. 

In sea water the situation is somewhat different, due both to the pene- 
trating capacity of the chloride and the high conductivity of the water. 
Properly produced 18-8 exposed to sea water either submerged, half 
immersed, or in spray, will normally remain passive. On the other hand, 
when improperly heat treated or, particularly, when a cell is set up by some 
external situation such as a barnacle growth, action may be rapid. Whereas 
corrosion rates of passive 18-8 range below 1 mg. per sq. dm. per day, a large 
sheet exposed in Chesapeake Bay has been penetrated through .018 in. 
thickness in 7 days. This rapid attack was associated with deposits of 
marine life, and therefore the exposure condition was a special one, but 
this case indicates the rapidity of attack of a cell that is independent of the 
original quality of the metal. This moreover is not an isolated case. 

The Ranger, an aircraft carrier of the United States Navy, was equipped 
with large welded 18-8 gasoline tanks into which sea water was run as the 
gasoline was drawn out. The material was carefully selected, heat-treated 
for the most part in the approved manner, and representative samples were 
tested with satisfactory behavior in salt spray. In spite of these precautions 
the tanks developed leaks in less than six months of shakedown cruises. 
Examination revealed numerous pits of various sizes, some of which had 
penetrated the walls of the tanks. The pits were more numerous 11 the 
neighborhood of welds and in areas improperly heat-treated, but were also 
scattered in areas over the entire surface. 

The solution-cells which caused this action may have originated in 
several ways. They might have been caused by slight beginnings of sea 
growth, by adherence of floating particles, by imperfections or impurities 
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in the metal surface, or by some sort of damage to the surface during 


construction. 


Chromium alloys that had been given damaging heat treatment were 


: 65 
corroded as follows in fully aerated, agitated seawater, in 20-hour tests: 


15° Gr Geiuk sete eae cee eee 40 mg. per sq. dm. per day 
15 Cr 13 Nidotoack <-cateentens 10 mg. per sq. dm. per day 


TS (lo 0) Nine fore eteln ee eae 12 mg. per sq. dm. per day 


Presumably the alloys were activated by the sea water. 

In a series of tests #9 a number of alloys of commercial and laboratory 
production was submerged in New York harbor for three months. Com- 
mercial alloys of the 18-8 type were exposed in three conditions—cold- 
rolled, air-cooled from 1652° F., and heated 10 hours at 1200° F. Specimens 
carried pickled, and pickled and ground surfaces in each condition. The 
normal appearance following test was abundant pitting over the surface, 
and pitting beneath the fiber supports. Most specimens were completely 
penetrated. Marine growth was present on the specimens. Other alloys— 
8 Cr 20 Ni, 8 Cr 37 Ni, 12-16 Cr, 16-20 Cr were likewise actively pitted. 
A 28 Cr alloy was pitted somewhat on a ground surface but unaffected on a 
pickled surface, whereas 20 Cr 1 Cu was only faintly pitted, with two 
specimens remaining free of pits. 

Bars of 18-8, 16 Cr 11 Ni, 17 Cr 11 Ni, 20 Cr 3 Ni, 20 Cr, 16 Cr 10 Ni, 
20 Cr 80 Ni were exposed at hal f-tide level 18 for three years in Southampton 
(England) harbor. Weight losses were all less than 1 mg. per sq. dm. per 
day, but all the specimens were locally attacked. Shell fauna had built up 
on the specimens, as well as a mixture of mud and oil. 

Friend 1®-¥3 has exposed 13.5 Cr .36.C in sea water at a number of loca- 
tions for 5 to 10 years. In every case pitting took place, at rates ranging up ~ 
to .O1 in. per year, whether the specimens were continuously submerged or 
exposed at half-tide level. 

Molybdenum-bearing 18-8 shows a very marked improvement over 
regular 18-8 in behavior to sea water. In the New York harbor tests 
referred to such an alloy remained completely free of any determinable 
action in the case of four specimens out of six; a fifth specimen had a single 
small pit remote from the support, another was corroded under the fiber 
support only. 

This result has been confirmed in 90-day tests 4° in North Carolina 
baywater (Bogue Inlet, Swansboro). Molybdenum-bearing 18-8, in the 
case of three specimens, was completely free from attack: the fourth speci- 
men was attacked beneath the Bakelite support to a maximum depth of .014 
in. Samples of ordinary 18-8, low carbon 18-8, and titanium-bearing 18-8 
were penetrated to a depth of .031 in. and greater. 14 Cr 80 Ni specimens 
were pitted in association with barnacles and at the supports. 
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The testing of the chromium alloys in fatigue brings out clearly the very 
high order of their resistance to the action of waters, as compared with 
ordinary steels. The rotating cantilever type of fatigue test is a very sensi- 
tive one for discovering a damaged surface, the drop in fatigue limit being 
the measure of damage. 

Exposure of unstressed 12.7 Cr Fe (0.11% carbon) to a carbonate, 
fresh water has only a very slow damaging effect. According to a number 
of tests,*$ the resultant fatigue limit from 280-days exposure was on the 
order of 44,000 Ibs. per sq. in., as compared with an air fatigue limit of 
50,000 Ibs. per sq. in. 

Specimens tested in fatigue with the water stream at the same time 
passing over them were damaged as follows,*’ the figures in the last two 
columns representing the apparent “corrosion fatigue” limit, after 107 to 10° 
cycles at 1450 r.p.m.: 


Tensile . Fatigue Limit—Lbs. per sq. in. 
Alloy aaah Air Fresh Water Salt Water 

11.8 Cr Fe (.11C) 80,000 41,000 34,000 14,000 

13:33 Cr'Fe (.13C) 91,000 59,000 40,000 13,000* ~~ 
13.7 Cr Fe (.09C) 85,000 50,000 35,000 18,000* 
18-8 (.16C) 125,000 50,000 50,000 25,000 
MiCaZs Ni 115,000 54,000 45,000 34,000 

17 Cr 25 Ni3 Si 109,000 57,000 51,000 32,000 

11 Cr 35 Ni 112,000 57,000 41,000 22,000 


With chromium alloys, as with ordinary steel, salt water is much more 
damaging in this sense than fresh. Although no tests have been made on 
specimens previously exposed, unstressed, to salt water, specimens tested 
in fatigue while being washed with a stream of salt water were damaged as 
given above. 


Foop PropuctTs 


The chromium alloys are characteristically passive in exposure to food 
products. Corrosion rates in acid substances like fruit juices and milk and 
in neutral substances are very low, in most cases ranging under 1 mg. per 
sq. dm. per day, in some instances slightly above this, but in any case of 
negligible degree. Stainlessness is the common behavior, rusting rather 
rare and then usually confined to the zone of welds, and pitting seldom 
experienced. 

Eighteen-eight and 14 Cr 80 Ni are widely used for food handling 
and processing equipment. From the standpoint of resistance to corrosion 
and tarnishing, neither has an advantage over the other, with the exception 
that the latter will not rust at the welds. Pitting, as already stated, is an 


* Approximate. 
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uncommon occurrence. It has appeared in vinegar-salt mixtures and in 
boiling sugar-salt solutions. Pits in 18-8 under these conditions are likely 
to be deep ones, whereas those in 14 Cr 80 Ni are characteristically shallow. 
The chromium steels without nickel are less satisfactory than 18-8 and 
14 Cr 80 Ni because of mechanical and working characteristics, and since 
these have a definite rusting tendency. 

The behavior of 18-8 and 14 Cr 80 Ni in boiling fruit juices is interesting. 
These products of course are acid, containing tartaric, malic, citric, etc. 
Mention has been made earlier of the fact that boiling solutions of these 
acids are likely to destroy passivity and be very corrosive. This is not, 
however, experienced with boiling fruit juices of equivalent acid content. 
The results of Mrak and Cruess ® give rates of 5 to 62 mg. per sq. dm. per 
day for 14-17 Cr in handling tomato, apple, lemon, and red grape juices. 
Rates for 18-8 under the same conditions would undoubtedly be less. 

A number of papers have been published covering the behavior of the 
chromium alloys with food products.* 24 2% 85, 37, 61, 70, 94, 97 

The possible toxicity of metal absorbed by foodstuffs from the chromium 
alloys has been the subject of investigations.°* The conclusion is reached 
that the quantities of metal absorbed are so minute that they have no hygienic 
importance. 


ATMOSPHERES 


The more resistant of the chromium alloys are the only metals short 
of the precious metals that remain substantially unchanged in appearance in 
atmospheric exposure.’” 1, 28, 40, 105 These better alloys retain a large pro- 
portion of their brightness in prolonged exposure, in average rural and 
average urban atmospheres, are slightly stained in moderately sulfurous 
industrial atmospheres, are slightly stained to heavily discolored in strongly 
sulfurous industrial atmospheres, and generally rather heavily discolored in 
marine atmospheres. 

The better alloys of the group, in the sense used in the preceding para- 
graph, are the 18-8 and high chromium (18-30%) types and the 14 Cr 80 Ni 
alloy. In strongly sulfurous atmospheres the addition of molybdenum to 
18-8 is very markedly beneficial. : 

The corrosiveness of atmospheres increases with sulfur content. Gen- 
erally speaking, whereas the lower chromium types may remain bright 
indefinitely in low sulfur atmospheres, they become discolored and finely 
pitted in moderately sulfurous atmospheres. Likewise, whereas the higher 
chromium types remain clean in moderately sulfurous atmospheres they 
discolor and tend to pit in strongly sulfurous atmospheres. In marine 
atmospheres the same general relation holds, the higher chromium alloys 
resisting discoloration and fine pitting better than the low chromium. 
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The superficial appearance of the alloys after exposure depends in 
some degree on whether the surface is freely washed by rain or not. Dis- 
coloration is more likely to occur where the metal is protected from the 
wash of rain yet freely exposed to atmospheric moisture, fog and dust. 

Wide use is made of 18-8 in outdoor architectural construction, where 
continuously bright appearance is desired. The sheet metal work on the 
Chrysler and Empire State buildings in New York City is a well-known 
example. These surfaces, particularly where not in vertical planes, acquire 
a deposit of soot and dust like all surfaces, metallic or non-metallic, in urban 
exposure. These smooth metal surfaces, however, allow the wash of rain- 
water to clean the deposit rather effectively though not entirely. After 
several years of exposure now, these surfaces are substantially bright though 
carrying a thin soot and dust layer. Close examination of 18-8 test speci- 
mens exposed in urban air has revealed a tendency for rusting to occur—a 
very faint rusting. If this has taken place on the buildings referred to 
above, however,.the evidences of it are completely obscured by the soot 
and dust deposit. Wiping with a dry cloth reveals perfectly clean bright 
metal. 

Superficial pitting of the chromium alloys develops at random when the 
composition is not equal to the atmosphere, and when a cell condition is set 
up by a circumstance external to the metal, such as at the crossing of screen 
wires. This has been observed on screens of 18-8 and to a less extent 14 Cr 
80 Ni in exposure for a year more or less in high sulfur industrial and in 
marine atmospheres, with a suggestion of pitting in rural atmosphere. 

The effect of surface condition and heat treatment is often mentioned in 
connection with the behavior of these alloys in air exposure. Study of this *° 
revealed that in three-months exposure, 18-8 specimens behaved much 
the same whether in the cold-rolled, high-temperature annealed (favorable), 
or low-temperature annealed (unfavorable) condition. Ground surfaces 
in heavy sulfurous atmospheres were somewhat poorer than pickled or 
buffed surfaces and buffed surfaces only slightly, if at all, better than pickled. 
In saline air the heat treatment and surface treatment were of even 
less consequence to resistance. The high-nickel, low-chromium content 
alloys were practically insensitive to surface and heat treatment, whereas 
the nickel-free alloys were less satisfactory with ground surfaces, and better 
when hardened than when annealed. 


HIGH TEMPERATURE CONDITIONS 


The most useful of metals for handling conditions at high temperatures 
12, 25, 51, 66, 86 are the nickel-chromium, nickel-chromium-iron and chromium- 
iron groups. This suitability centers around the resistance set up by the oxide 
coating that develops on the alloys in exposure to oxidizing atmospheres 
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and substances. The better alloys are useful at temperatures as high as 
2100° to 2200° F. 

Ordinary steels and iron begin to suffer progressive oxidation and 
scaling in the 1000° to 1200° F. range. Small additions of chromium or 
nickel or both are effective in raising this range somewhat. Alloys of the 
14 Cr and the 18-8 types push the range up to about 1500° F. Lessening of 
the iron content with greater additions of nickel and chromium supply alloys 
that handle progressively higher temperatures. For the highest heat, 
2000° to 2200° F., 15 Cr 60 Ni 25 Fe and particularly 20 Cr 80 Ni are the 
most suitable. 

The presence of sulfur in hot oxidizing gases is likely to be damaging 
to the higher nickel-content alloys, and the lower nickel alloys are generally 
used. Reducing gases carrying sulfur are very much more damaging, 
since the sulfide coating that forms is less protective than an oxide coating. 
Such gases and substances therefore cannot be handled in the same high 
temperature range as oxidizing substances, a fact particularly marked with 
the nickel alloys. 

Another type of substance more damaging than oxidizing atmospheres 
is alkali salt fusions, these tending to flux off the protective oxide coating 
on the chromium alloys. High nickel content is beneficial under such 
conditions. 

Compositions of the commercial alloys used under heat may be grouped 
as follows: 


15-20 Cr 50-80 Ni—Most resistant of the alloys in sulfur-free oxidizing atmos- 
pheres ; wide use as electrical resistance elements. 


15-20 Cr 25-50 Ni—Good oxidation resistance in gases with and without low 
contents of sulfur; reasonably cheap; good load carrying capacity. 


20-30 Cr 12-25 N ele resistance to higher sulfur content gases; good load 
carrying capacity. 


18-8; 14 Cr—General purpose alloys for use below about 1500° F 


20-30 Cr—Best for extreme sulfur conditions; relatively low soatiera ora ite 
capacity. 


A large number of compositions, both within and without these ranges, is 
produced. Addition elements like silicon, tungsten, aluminum, are often 
present. 

Failures of metal in heat aanticanoee occur by oxidation and scaling, 
intergranular disintegration, and—in the case of most failures—by over- 
stressing and cracking due to loading and thermal changes. 


Oxidizing gas without sulfur. 

An idea of the rates of oxidation of seer alloys in the high tempera- 
ture range may be gained from the various sets of data given below. Dick- 
enson *® tested 14.7 Cr .26C and 11.7 Cr 65 Ni in intermittent exposure 
over a wide temperature range. His cycle was 54 hours at heat followed 
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by cooling and cleaning the specimen of scale. The scaling rates given in 
Table 185, developed over 18 cycles of heating, were found to be substan- 
tially constant with time. 


TABLE 185.—Metals vs. Oxidizing Atmosphere. 


Mean’ Tenpes F: Metal Oxidized—Mg. per sq. dm. per day 


30 C Steel 14.7 Cr .26C 11.7 Cr 65 Ni 

1067 990 <36 <36 
1247 2,900 180 <36 
1337 6,600 365 

1427 13,000 730 

1607 36,000 2,500 620 
1607 34,000 2,900 400 
1733 58,000 6,200 510 
1877 130,000 51,000 (?) 730 
2012 200,000 100,000 2,900 


These data are particularly interesting in that they outline the temperature 
range over which one of the less heat resistant of the chromium alloy group 
is suitable, and the degree of improvement, in the high temperature range, 
offered by one of the better alloys of the group. It is common now to have 
15 to 16% chromium rather than 12% in this latter type of alloy. The 
intermittency of exposure in this case made the test a more severe one, and 
yet one that corresponds to conditions often met in service. 

Investigations of the 15 Cr 60 Ni and 20 Cr 80 Ni alloys in the form 
of wire resistance elements have been made. ® 34 8° Under conditions so 
controlled that the wires remained at constant temperature even though the 
electrical resistance increased with time, the “life-to-failure” data on the 
alloys were as shown in Table 186. *# 


TABLE 186.—Chromium Alloys vs. Oxidizing Atmosphere. 


T oT Hours to Failure Metal Oxidized—In. per yr. 
mg 200Cr80Ni 15Cr60Ni25Fe 20Cr80Ni 15Cr60Ni25Fe 
Voce. are 636 529 06 08 

(Oe ahs, 130 52 53 14 

BOO onc yo aos 32 18 22 3.9 

cat Sp ee 12 5 59 14 


* Wires at this temperature were 0.25 mm., at other temperatures 0.4 mm. in diameter. 


Rohn’s tests 7 are particularly interesting in that they cover a wide range 
of alloy compositions. The weight changes are average for successive one 
hour exposures, at 1832° F. and represent approximately constant rates of 
attack under intermittent heating and cooling. See Table 187. 

Repetitions of heating and cooling are a more damaging condition than 
continuous heat. This fact is brought out in the results quoted below 85 on 
several specimens of 20 Cr 80 Ni from different producers, at 2092° F. 
In continuous exposure wires of .015 inch diameter had a life of 440 to 683 
hours (approximately .15 to .10 inch per year oxidation rate), whereas in 
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TABLE 187.—Chromium Alloys vs. Oxidizing Atmospheres. 
Scale Formed (Metal Plus 


Ni Cr le Mo Oxygen) * 
Mg. per sq. dm. per day 

35 15 50 6000 

22 16 - 62 4800 
100 4800 

63 15 be, 720-3100 
70 20 10 480 

65 25 10 360 

85 15 240 

63 15 15 Z; 140 

80 20 48-96 
50 33 17 48 


* Metal constitutes about three-quarters of the weight of oxide scale. 


intermittent exposure to the heat the life was 53 to 80 hours (approximately 
1.2 to 8 inch per year). Intermittency was in this case a more damaging 
condition by 8 to 9 times. The same effect on 20 Cr 80 Ni has been con- 
firmed elsewhere. ® 34 

The damaging effect of intermittency on less resistant alloys at lower 
temperatures is suggested likewise by a comparison of data on 14.7 Cr .26C 
59 Si? in intermittent exposure and on 13.12 Cr .32 C 1.32 Si 22 in con- 
tinuous exposure. The beneficial effect of the slightly higher chromium in 
the first alloy would tend to be offset by the higher silicon content of the 
latter. See Table 188. 


TABLE 188.—Cr Fe vs. Oxidizing Atmospheres. 
Metal Oxidized—Mg. per sq. dm. per day 


A 14.7 Cr 26C .59 Si 913.12 Cr.32:G132)S; 
Temp. ° F. Intermittent Continuous 
Heating Heating 
1067 : 
6 

1112 = 60 

1247 180 

1292 12 

1337 365 : 

eee 730 

1472 

1607 2,500 on 

fe ms 

is i i 
20,000 

1877 51,000 (?) 

2012 100,000 50,000 


* The assumption is made that the metal oxidized is three times the weight gain. 


The more damaging effect of intermittency becomes most marked with this 
type of alloy at 1292° to 1472° F. Up to this range the oxide remains reason- 
ably protective whether in intermittent or continuous exposure. 
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' The rapidity with which the protective oxide forms on an alloy is 
important. An indication is afforded by the data in Table 189 on the 12-20 
Cr 62-83 Ni range at 2012° F. %8 


TABLE 189.—Cr Ni Fe vs. Oxidising Atmosphere. 


Metal oxidized* 


Exposure Period Mg. per sq. dm. per day 
(approximate) 
First OUT erica aatcie oie ore sieves ets te wax 3,600-10,200 
BIFStTOUPSHOUTS meet cre otic iciols bres ciel ove dete 1,110— 2,240 
Three hours following the first hour....... 0- 390 


* The assumption is made that the metal oxidized corresponds to three times the weight gain, 


This comparison applies therefore to exposure conditions that are rather 
severe for the alloy tested, yet still on the safe and “protective-oxide” side. 
For less severe relative conditions, of course, the protective oxide is more 
rapidly formed and the oxidation both while it forms and subsequently very 
much less. 

The effect of time on the rate of weight change has been determined ** 
in tests over a 40-hour period in air. The weight change was determined 
at heat, so that the specimens were not in intermittent heat exposure. The 
results are given in Figure 50. The temperature was 2012° F., which is in 
the free scaling range for i iron and 18-8, yet not for 27 Cr Fe. 
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In tests where specimens were exposed to pure oxygen continuously at 
temperature for 24 hours, ** the oxidation rates in Table 190 were obtained 
on several alloys. 

TABLE 190.—Chromium Alloys vs. Oxygen Gas. 
Metal Oxidized*—Meg. per sq. dm. per day 


1292°F.  1472°F..«-1652°F.—s«1832° F 
{31 Cen 2 ee 67 570 840 27,500 
eC ee 180 220 570 870 
Wace ENG oD aes 320 315 820 1,700 
It Ces Nie ee 520 2200 3,500 5800 
12ACe HON ee 72 148 230 530 


* The assumption is made that the metal oxidized corresponds to three times the weight gain. 


These rates are lower than could be expected under repeated heating and 
cooling conditions. The effect of intermittency has already been brought out. 

The gas content of the oxidizing atmosphere is somewhat of a variable, 
though, with the exception of sulfur dioxide in contact with the higher nickel 
alloys, not a really great one. Hatfield ®? compared the action of air, oxygen, 
carbon dioxide, and steam in 24 hour continuous-heat tests. The oxidation 
rate ranges in these four atmospheres for 18-8 and 12 Cr 60 Ni* are given 
in Table 191. 


TABLE 191—Cr Ni Fe vs. Oxidizing Atmospheres. 
Metal Oxidized*—Mg. per sq. dm. per day 


i292E, 1472° F. 1652° F. 1832° F, 
ae CES NW Cee igs 66-300 120-330 140-1800 1700-6500 
12 lr OU NG dud tows 66-120 90-150 160- 420 330- 510 


* The assumption is made that the metal oxidized corresponds to three times the weight gain, 


_ No atmosphere of those used was outstandingly and consistently more, or 
less, damaging than the others. 

In other tests 34 at 1922° F. on 20 Cr 80 Ni and 18 Cr 65 Ni15 Fe, in air 
and atmospheres of carbon dioxide, carbon monoxide, nitrogen, and oxygen 
the differences in damaging effect among the gases was much less marked 
than in those just given, for any single temperature. 

Silicon is outstanding in improving oxidation resistance. The 8 Cr 3 Si 
alloy, wsed widely for automotive exhaust’ valves, is an example. This also 
has given extremely good results in laboratory tests.3242 The beneficial 
effect of silicon when present in 18-8 and other chromium-nickel-iron and 
chromium-iron mixtures has also been pointed out.32; 42, 52, 53, 66 

Tungsten in 18-8 seems decidedly beneficial.22. Yet in the high nickel 
chromiuin alloys there seems no benefit 8° through tungsten additions, 
Molybdenum in these high nickel alloys has in cases been without benefit 
and in other cases mildly beneficial.34 85 


*Not tested in air, 
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Oxidizing gas carrying sulfur. 

Sulfur dioxide has essentially an oxidizing reaction on the chromium- 
nickel-iron alloys in the high temperature range, with the exception that the 
higher nickel alloys (over about 35%) are both sulfidized and oxidized in 
the range above approximately 1300° F. With the occurrence of sulfidiza- 
tion the usefulness of these alloys is lost. 

Chromium is the essential element in building up resistance against 
sulfur dioxide, either pure or in air mixtures, in the 1000° to 2100° F. range. 
The best behavior is offered by alloys with about 30% chromium. With 
more chromium some resistance is lost. With chromium at 30%, nickel 
contents from 0 to 35% do not alter resistance, though of course nickel is 
desirable for the sake of mechanical strength. As already stated nickel 
above 35% lessens resistance. 

The data in Table 192 32 describe behavior of typical alloys in continuous 
exposure for 24 hours in sulfur dioxide, at different temperatures. 


Tas_e 192.—Cr Ni Fe vs. Sulfur Dioxide Gas. 
Weight Gain—Mg. per sq. dm. per day 


1292° F. 14727, F: 1652°F; 1832° F. 

Mild carbon steel ......... 980 4160 17,700 

DRESS OU ne ce ke eek le x 3S 52 120 450 320 
Poet ht ©. cxmsan «aoe 5 39 100 990 5800 
BAD Cope ane ee eee eb oes 45 54 82 140 
IPE NEE EO IN Fiat dees ha vans 140 160 180 260 
WFC LANDA We ae oxna ves 20 39 53 82 
PUTO i et Lo a ee any 29 41 41 790 
RT ar OUI T tsi co xe ool ss 33 500 5,500 9100 


These tests did not take into account the damaging effect of intermittent 
heating and cooling. The good behavior of the tungsten 18-8 is notable. 
The order of oxidation rate for this would seem to be 60 mg. per sq. dm. 
per day of metal oxidized at 1292° F., to about 240 at 1832° F. 


Reducing gases carrying sulfur. 

These gases 2% 4% 7 81,102 characteristically sulfidize the chromium- 
nickel-iron alloys. The action is a far more damaging one than oxidiza- 
tion,72 and the upper temperature limits at which the alloys are useful are 
much more confined. Seven-day tests at 625° F. in a mixture of hydrogen 
sulfide and natural gas led to corrosion rates on the order of 300 mg. per 
sq. dm. per day on 14 Cr, 15 Cr 60 Ni and 20 Cr 80 Ni.*® Other tests at 
900° to 950° F. led to penetration rates on the order of 120 to 160 mg. per 
sq. dm. per day for various stainless steels, and several times that for a 60% 


nickel alloy. 
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In Scholl’s tests 81 in exposure at 900° F. for 284 hours the data in 
‘able 193 on sulfur combined with the alloys were obtained. 


TABLE 193.—Chromium Alloys vs. Hydrogen Sulfide. 
~ Weight Gain 


Metal Mg. per sq. dm. per day 

Mild ‘steels no... oe tere ee ee 2900 
8 Cr A a PRR ORR cide tee nyt OR el ie hy 2500 
14 Cee eee Ae re eee 1650 
19 Ce Dio aap ee asie e e eeeeeceae 530 
25 Gr She en ee _ 530 
18> Gr75 Nizae tt eae ae Ce oat ne ae 5800 
13.8: Gr 62:N i oe ee ee ee ee 2900 
14,7 Cr. 35 Nici se ckerk cae ae a eee eee 2400 
1 1.3:-Cr30 Nig a enc ee eee 1600 
[7.3 CEZS Ni ee ee ae ee eee ' 530 
26:0. CAZUNT 3 ee eee 530 


A rate of 530 mg. weight ‘increase, would correspond to somewhat over 
530 mg. per sq. dm. per day of metal sulfidized. Even at 900° F. therefore 
only the better alloys of the group have reasonably good resistance. 

Tests made *” in a zinc-roasting furnace have given interesting results 
with commercial heat-resisting alloys. The gases produced carried 5 to 6% 
sulfur dioxide, with condensed galena (lead sulfide) possibly present. The 
results are summarized in Table 194. 


Taste 194.—Chromium Alloys vs. Hot Sulfur Gases. 
Penetration Rate—In. per year 


24 Hours at 96 Hours at 
1922° F, 1652° F. 
CoO Cr Gs, Cn eee 4.7-8.8 a 8 
22 Gr 25 Nie ee ee ae 11 4.3 
1/-Gr 34 NiaMeri, crue ae ee 14 3.3 
ID Ce dU Niet eee ae ee 8.8 4.0 
28 Gr 58: Nivciee ger oten eek eee 10.8 


Conditions within roasting furnaces are described by Brown.?° Rabble 
shoes operate in both reducing and oxidizing atmospheres high in sulfur. 


Ammonia at high temperatures. 

In respect to ammonia atmospheres, Vanick % states that 16 Crean 
exposed for six months to a synthesizing ammonia atmosphere at 952° F., 
under 1500 Ibs. per sq. in. pressure, was unusually resistant to the penetra- 
tion of gases, ahd consequent deterioration. Chromium irons behaved well 
likewise. Ammonia under these conditions is reducing and actively attacks 
most ferrous and non-ferrous metals by virtue of the highly penetrative 
capacity of hydrogen. 

The alloys have good resistance to nitriding conditions, involving the 
breakdown of ammonia.$4:196 Tp European practice 25 Cr 20 Nihas been used 
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a great deal with success. According to Klouman ** a minimum of 25% 
nickel seems necessary to prevent decomposition of the gas by the con- 
tainer rather than by the metal intended to be nitrided. Harsch and Muller *° 
have reported that 12.5 Cr 62 Ni containers were very definitely more 
satisfactory than 13 Cr and 18-8. 


Carburizing boxes.‘ 93, 106 


Carburizing is done at 1450° to 1750° F. The 15 Cr 35 Ni and 15 Cr 
60 Ni types are used very extensively for these boxes, with a normal life 
of 5000 hours and upward. The nickel largely prevents the absorption of 
carbon by the box. Deterioration on the inside is ordinarily no more rapid 
than oxidation on the outside. With high sulfur fuels it is customary to 
use 15 Cr 35 Ni, or alloys with lower nickel. Energizers of sodium salts 
are very damaging if allowed to escape to the outside walls. 


Steam. 


Cr Fe and Cr Ni Fe have been found to be much less susceptible to 
steam embrittlement in the upper reaches of steam temperatures than 
ordinary iron and steel. Fellows *®has indicated the much greater rate 
of hydrogen evolution from steel superheater tubes as compared with 
16 Cr Fe operating in the same temperature range. According to Rummel eg 
superheater tubes of 18-8 with temperatures on the fire side up to 1200° F. 
do not lead to serious breakdown of the steam. 


Molten metals.*?: 8°, “4, 108 


The chromium-nickel-iron series are not as a rule useful in handling 
molten metals—tin, zinc, solder, babbitt, aluminum, brasses, etc. Lead 
is somewhat of an exception. Woodson !® states that operating tempera- 
tures of 1300° to 1650° F. in the bath do not corrode the vessels rapidly if 
the lead is pure and cleaned daily, and that with proper care pots of 20 Cr 
66 Ni will usually give 3000 to 6000 hrs. life at 1500° F. He also states that 
small additions of impurities, such as bismuth, antimony, etc., appear to 
accelerate corrosion. Corrosion is more rapid at the surface of the lead 
bath, 44 due probably to the slagging action of the lead oxide. The 15 Cr 
35 Niand 20 Cr 66 Ni alloys are much alike in behavior.10° 


Fused compounds. 

The heat-resistant alloys are used to a considerable extent in handling 
fused compounds in the heat treating of steel—, sodium, calcium, barium 
chlorides, cyanides, etc. With these corrosive action is more than appre- 
ciable, the nickel-bearing alloys behaving better than the straight chromium 
alloys. Caustic soda or potash at very high temperatures is rapidly cor- 
rosive. Thus salts that may alter to caustic, such for instance as sodium 
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carbonate or cyanide, will destroy a heat-treating pot in short order if the 
salts work out of the container onto the very hot outer surface. 

Two-hour tests in various salts at 1472° to 1652° F.—calcium and 
sodium chloride, borax, sodium sulfate, sodium carbonate—have led to 
rates on the order of 1000 mg. per sq. dm. per day, and often greater. 
Rates as high as these would be entirely unacceptable in aqueous corrosion, 
yet with the heavy sections used in high temperature equipment and the 
much more rapid destruction of other materials, these rates often are 
within the acceptable range. 
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Chapter XV 


Chromium Plate 


The effectiveness of chromium as an ornamental plating on steel and 
non-ferrous metals is plainly evident in the trim of motor-cars, in plumbing 
fixtures, and in innumerable other uses to be seen on every hand. Though 
not so well known to the layman, chromium plated tools, dies, etc., are 
already in rather common use, the layer of chromium supplying a smooth 
and hard surface that gives better results for many purposes than the 
unplated tool steel. There also is the field of use for chromium plate in 
. which its value lies in resistance to corrosive conditions other than the 
atmosphere. The low coefficient of friction and the non-wetting property 
of chromium in contact with water and molten metals are further reasons 
for its use. 

Metallic chromium up to now has been produced on a commercial scale 
only as an electroplate. The details of the different methods by which 
chromium can be plated and is being plated vary considerably, but the 
better practices in common use are similar in essentials; the chromium is 
plated from a chromic acid solution, containing a small amount of 
chromium sul fate, the energy being supplied by an electric current impressed 
between an insoluble anode and the object being plated as a cathode. 

The conditions used in chromium plating* are far more uniform than 
those used with nickel plating. For practical purposes it may be assumed 
that the concentration of chromic acid is always between 200 and 400 grams 
per liter and the ratio of chromic acid to sulfate from 100 to 200. Occasion- 
ally solutions containing fluoride or fluosilicate, instead of sulfate, are 
used. The temperature is usually between 95 and 120° F., and the current 
density between 75 and 200 amperes per square foot (8 to 21 amperes per 
sq. dm.). Occasionally, especially for very thick deposits, temperatures up 
to 165° F. and current densities up to 1000 amperes per sq. ft. (110 amperes 
per sq. dm.) are used. 


*W. Blum, private comment. 


331 


332 CORROSION RESISTANCE OF METALS AND ALLOYS 


STRUCTURAL CONSIDERATIONS 


Chromium is plated in a commercial way on all kinds of iron and steel— 
carbon and alloy steels, case-hardened steel, cast iron, etc.—on copper, 
brasses, bronzes, nickel, nickel-copper alloys, on aluminum, zinc, cadmium 
plate. With some metals as base the results are better, for various reasons, 
than with others. Chromium plate intended primarily as an abrasion 
resistant requires a hard base, such as case-hardened steel; the chromium 
is plated directly on the steel. Where good appearance in indoor atmospheric 
exposure is the sole requirement, the base may be any metal. For outdoor 
exposure the base is usually copper or its alloys or steel. In plating steel 
for outdoor exposure, e. g. automobile radiator shells, underlying coats of 
nickel and copper or nickel alone are essential, these serving a double pur- 
pose :—(1.) for the best results chromium must be plated on as highly 
buffed a surface as consistent with cost, this being more effectively obtained 
by buffing nickel and copper than steel; (2.) underlying coats give a much 
more corrosion resistant product. Likewise preliminary layers of nickel 
are frequently applied, before chromium plating, to brass, copper, and 
aluminum as base metals. 

The thickness of chromium deposits varies from mere flash coatings 
up to over .001 inch. Deposits around .001 inch are usually not considered 
satisfactory because of relatively poor adherence and a tendency to crack. 
In present-day practice thicknesses of .00005 to .0001 inch are common 
for outdoor exposure; flash platings of .00001 inch and less are short-lived 
as protectives in outdoor exposure, though relatively satisfactory indoors. 
Underlying coats of nickel, or nickel and copper, on steel range up to about 
001 inch in thickness, with the better results obtained with the thicker 
deposits. Preliminary nickel layers on brass and copper are usually .001 to 
-0003 inch; a greater thickness is applied to zinc base die castings. 

In common with electroplated deposits of other metals, chromium 
layers characteristically are porous and often carry a fine network of 
cracks. Although these are apparent defects from the standpoint of cor- 
rosion resistance, it must be kept in mind that the advantages of chromium 
plate have achieved recognition in spite of the existence of porosity and 
cracks. 

The continuity and effectiveness of chromium deposits are tested by 
various methods. The salt-spray test is commonly used for plated steel 
articles ; the time that it takes for rust to appear and the characteristics of 
appearance are observed. This method gives a very rough idea only of the 
life that may be expected of the article. A period of 80 hours before 
rusting in the salt spray has been more or less arbitrarily chosen in one 
case as a desideratum for automobile parts, and plate has been produced 
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that will stand periods of 120 hours and even greater without signs of 
rusting. The conditions of exposure in the salt-spray test are severe, much 
more so than in ordinary atmospheres; its usefulness lies principally in 
comparing one specimen with another rather than in predicting behavior in 
atmospheric exposure. 

The copper deposit test indicates areas on a chromium plated article 
where underlying steel or nickel is exposed, since copper does not plate 
out on chromium from a copper sulfate solution. In the hydrogen sulfide 
test the nickel exposed at discontinuities in the chrome layer becomes black 
and plainly visible, and in the ferricyanide test areas where underlying steel 
is exposed are indicated by the solution turning blue. 

Baker and Pinner ! investigated the protective value of chromium-plated 
steel, both with and without underlying layers of nickel and copper, using 
the salt-spray, copper and ferricyanide tests. The evidence from these 
tests that combination coats give better results than a coating of chromium 
alone is indisputable. In fact the authors drew the conclusion that “the 
protective value of a composite coating depends largely on the protection 
afforded by the underlying coats.” In interpreting this conclusion it is 
necessary to keep in mind that the criterion of protective value referred to 
is the number of hours in the salt spray required for the specimen to become 
noticeably rusted. This criterion is but one of those involved in the prac- 
tical use of chromium plate, another being the durability of the coatings 
themselves; from the latter standpoint chromium inherently is better than 
either copper or nickel. 

Baker.and Pinner found also that the nature of the combination layers, 
and the thickness of the layers individually, influenced the protectiveness. 
This is summarized in the following diagram. (Fig. 51). 

By means of the copper-deposition test, it was found that in the case of 
chromium-plated steel with an underlying nickel layer, chromium deposits 
up to .000013 inch showed numerous fine round pores that decreased pro- 
gressively in number, with increase in thickness. Deposits above about 
000017 inch in thickness carried fine cracks that became more pronounced 
with increase in thickness. The best protection offered by the chromium 
in the salt-spray tests was in the range of thickness where both the pores 
and cracks were at a minimum. 

In studying the porosity of chromium plating on nickel, in thicknesses of 
chromium up to .00015 inch, Baker and Rente ? established the existence 
of a point of minimum porosity for all bath compositions and temperatures 
investigated. Porosity as indicated by the copper deposition method varied 
in its nature and distribution with thickness of chromium: “With a thin 
deposit of chromium, the copper deposit 1s 1n the form of spots that a 
tiny, and evenly distributed over the surface. As the thickness o 
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Figure 51. Chromium Plate vs. Salt Spray. Thickness of plate 
as follows: 

1 Chromium—0.000002 to 0,00066% 

2 Chromium—0.000002 to 0.00066”. 

3 Chromium—0.000013”, on nickel—0,00004 to 0.00088”, 

4 Chromium—0 to 0.00026”, over nickel—0,00026”, 

5 Chromium—(0 to 0.00026”, over “cyanide” copper—0.00029”. 

6 Chromium—0 to 0.00026”, over copper—0.00026”, over nickel—0.00018”. 

7 Chromium—0 to 0.00026”, over nickel—0,00026”, over copper—0.000094”, over 
nickel—0.000088”. 

8 Chromium—0 to 0.00026”, over nickel—0,00035”, over copper—0.00028”, over 
nickel—0,00018”, 


chromium is increased, the spots seem to group themselves in twos and 
threes. As the thickness of chromium is further increased the spots begin 
to arrange themselves in short wavy lines consisting of four or five spots 
ina line. These lines grow to a considerable length, containing 12 to 20 
spots. They then break in pieces, and lines are formed at angles to these 
shorter lines. 

“The crooked lines so formed tend to gather in bunches or tangles 
with more or less free space between the bunches. These bunches, up to 
the limit of the experiments, seem to get much denser and farther apart 
with increasing thickness of chromium.” 
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Davies and Wright ® tested chromium-plated brass, phosphor bronze, 
copper and steel in the spray of sodium chloride (2.4%) and sulfuric acid 
(.05 normal) respectively, the thickness of the chromium being .0001, .0005, 
001, and .002 inch. In 336 hours total exposure, during 103 hours of 
which the spray was applied, the non-ferrous base specimens were in good 
condition, with no variation in behavior with thickness of the plate. The 
chromium on the steel specimens afforded but poor protection, regardless 
of thickness, the initial pin-points of corrosion tending to grow laterally 
rather than in depth. 

Blum, Barrows, and Brenner * found that, when plated at higher tem- 
peratures (131° and 149° F.), chromium deposits reached a certain degree 
of porosity which did not increase with an increase in thickness. 


PassIvity * 


The corrosion resistance of chromium is due to its capacity to become 
and remain passive, a characteristic that chromium has in much greater 
degree than other metals. For the development and maintenance of this 
passive condition exposure in oxidizing substances is necessary; in fact 
the commonly accepted explanation of the passivity of chromium is the 
existence of a protective layer of chromium oxide. Among the exposure 
conditions in which chromium is passive are most if not all neutral reacting 
solutions (atmosphere, water, salt solutions) and many acid-oxidizing solu- 
tions. Chromium is or becomes active in acid solutions of relatively high 
acid strength and low oxidizing capacity. Without the protection of the 
oxide, the disintegration of chromium is rapid. In hydrochloric or sulfuric 
acid for instance the attack is rapid. 

The corrosion resistance of chromium, dependent on the presence of the 
oxide, is destroyed when the oxide is dissolved or damaged. 


Two-METAL GALVANIC CORROSION 


In its galvanic relationships, chromium in the passive state acts as a 
very cathodic (noble) metal. It is only in exposure conditions where 
chromium is in the passive state that it finds commercial use. In galvanic 
couples of passive chromium and iron, the iron tends to suffer accelerated 
corrosion in the presence of aqueous solutions, e. g. water and moist atmos- 
phere. The chromium tends to remain unattacked. Chromium-plated steel 
carrying pin-holes and without an intermediate layer of other metal, char- 
acteristically bleeds rust through the pin-holes, in exposure to the weather. 


The size of the holes in the chromium does not seem to increase nor 1S 
there a tendency for the chromium to become loosened, even over a long 


* See chapter on Chromium Alloys for discussion of passivity. 
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period of exposure. The importance of decreasing the porosity of chromium 
plate on steel is obvious, and it is due in part to this galvanic relationship 
and to the fact that porosity in chromium layers is never entirely eliminated 
that in usual procedure intermediate layers of copper and nickel are applied. 
Although in galvanic couple with either nickel or copper, chromium is 
cathodic as it is with steel, the tendency for either nickel or copper to 
suffer accelerated action is largely negligible and for the most part prob- 
ably non-existent in exposure to the atmosphere and to water. In exposure 
to acid solutions the tendency for nickel or copper to suffer is pronounced, 
and until porosity of chromium plate is entirely eliminated its usefulness 
in handling acid solutions must necessarily remain limited. 

In couples of chromium with aluminum, zinc, and cadmium, chromium 
likewise is cathodic. Whether the other metals will suffer accelerated attack 
in normal atmospheric exposure is problematical ; certainly the film-forming 
characteristics of these metals would tend to repress such acceleration and 
might prevent it in most cases. 


AQUEOUS CoNnDITIONS 


In outlining the behavior of a chromium-plated article to aqueous con- 
ditions it is convenient to make a distinction between the behavior of the 
chromium itself, the behavior of the base metal, and the behavior of possible 
intermediate layers of nickel or copper. It is necessary further to keep 
in mind that the thickness of the layer of chromium is almost always well 
under .001 inch and commonly is on the order of .00002 to .0001 inch, and 
that of intermediate layers of nickel and copper seldom more than .001 inch. 
The limits for chromium are set by such factors as adherence and cracking 
tendency rather than by cost considerations. Chromium plate, therefore, 
can have practical virtue as a corrosion-resistant material only under condi- 
tions where the corrosion rate of either the chromium deposit or the inter- 
mediate layers is very low. Where these corrosion rates are low the pro- 
tective value then depends on how nearly free from porosity the plate may 
be. Although conditions in which a metal has almost absolute resistance 
to corrosion are relatively few, it seems to be true that the resistance of 
chromium to the atmosphere approaches the absolute. This of course is its 
raison d’etre as a decorative. Piersol 17 has Stated that it is reasonable to 
expect a life of 5 years for chromium-plated automobile trimmings and 
ten years for plumbing fixtures. These limits are determined, not by cor- 
rosion of the plate, but rather by mechanical failure of the plate, and cor- 
rosion of the metal on which the chromium has been plated. Automobile 
trimming is exposed only intermittently to the weather and usually is 
wiped from time to time. Plumbing fixtures are exposed indoors, 


as 
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The most important contribution to knowledge, to date, of outdoor 
behavior of chromium plate is the exposure tests in which the American 
Electroplaters’ Society, The American Society for Testing Materials, and the 
National Bureau of Standards have cooperated. Blum, Strausser and 
Brenner > have given a description of these with the results at the end of 
18 months. Three types of exposure were used: (1.) marine, at Key 
West, Fla., and Sandy Hook, N. J., (2.) industrial, at New York City and 
Pittsburgh, (3.)suburban or rural, at Washington, D. C., and State College, 
Pa. The authors concluded as follows: | 


(1.) A very thin deposit of chromium, such as .00001 in., usually reduces 
the protective value of composite nickel and copper plate and particularly 
pure nickel plate. Chromium coatings about .00002 to .00003 in. add very little 
to the protective value, but maintain their bright appearance owing to the 
resistance of the chromium to tarnish. Relatively thick chromium coatings, 
00005 to .0001 in., improve the protection against corrosion particularly in an 
industrial atmosphere. 


Specimens plated to a total thickness of .001 in., one series with a nickel 
underlayer and chromium surface, and the other series with copper and 
nickel underlayers and chromium surface gave results as listed in Table 195 
in 18-months exposure. 


Tas_e 195—Chromium Plate vs. Atmosphere. 


Ni-.001” Cis, 0003 
Gre 00002” Ni-.0005 
; Cr-.00002” 
State COMERS: Fas.< cao de Uh nan cote sie as 98 97 
Washington ........2-ee eee ree teres 94 95 
Rey a West bein nc Gein ce icp nes eos 58 40 
Sandy Hook ......--.-eeeeeeeereeceees 51 46 
Pale oY OL opis athe selves kis «+ tae eres stop 72 68 
Pittsburgh -.....- 02202 scene ser aeecces 23 20 


The heavy corrosion at Pittsburgh as compared with New York, and the 
moderately heavy corrosion at the sea coast as compared with that at the 
rural locations are to be remarked. The higher the score the better the 
behavior, in accordance with the following relation. 


Per Cent Per Cent of Surface 

Score Rusted 
100 0 
80 0-5 

60 5-10 

40 10-20 

20 20-50 

0 50-100 


In other types of exposure :nformation on the behavior of chromium is 
meager. In salt solutions and water its resistance seems to be remarkably 
high. In strongly oxidizing acid solutions it is definitely good, but against 
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acids that are not strongly oxidizing—comprising most acid solutions— 
chromium does not stand up. In considering the durability of a chromium- 
plated object as a whole against acids we are confronted with the fact 
that nickel and copper, and any of the metals that may be used as the base 
metal or as intermediate layers, are acted upon in a degree that must be con- 
sidered fairly rapid in view of the thinness of these intermediate deposits. 
There is too the further consideration, already mentioned, that base metal or 
intermediate layers exposed at discontinuities in the chromium may suffer 
accelerated galvanic‘attack. 

Several quantitative tests have been made on the behavior of solid 
chromium in acid solutions. From these it can be concluded that hydro- 
chloric, sulfuric, and acetic acids are characteristically strongly corrosive 
and that nitric even in fairly high concentrations may be corrosive. In 
Table 196 *° chromium was immersed in quiet acid at 59° F. for 24 hours. 
The chromium was not electrolytic but cast. 


TABLE 196.—Chromium vs. Acids. 


Mg. per sq. 

dm. per day 
Hydrochloric,,. conc: «3.50 tees oe 20,000 
Nitric,” 32% 3.3: 0. sos ae eee _ 60 
sulfuric, 17% =< 8.5 ote es ee 140 


In the tests 74 in Table 197, 99.8% pure solid chromium, likewise not 
electrolytic, was immersed 24 hours in cold acid and 1 hour in hot. 


TABLE 197.—Chromium vs. 10% Acid Solutions. 
Mg. per sq. dm. per day 


Cold Hot 
NitfiO- ae aca cre bee eee 13 <24 
Sulfuric . a io inte ie aa kel y ey ate eee ee the 10 1,000,000 
Hydrochloric IIe eeu IR yee are 77,000 3,000,000 
ACCC ae aie Nl, dua 78 Sten Re Ra ce 130 720 
PhOSphOriC Vokes oe eee ee ne <ok <24 


Schwartz ?? exposed chromium-plated steel specimens to air saturated 


with gases held in closed containers, for 192 hours, with the weight losses 
shown in Table 198. 


TABLE 198.—Chromium Plate (Steel) vs. Moist Gases. 


Mg. per sq. 
dm. per day 
Animornia: vaporis 4 140 0s ae ee <27 
Hydrochloric. fumes 9.5... ee eas oe 350,000 
Nitsic fumes) yanes as ucgte ee eee 3.200 
Hydrogen sulfide fumes .................. 4 


Of course it was the steel base that yielded these rates. It is likely that 
nitric fumes have no specific action on chromium itself, yet chromium plate 
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. cannot be expected to protect any base if the metal used for the base has not, 
in itself, reasonably good resistance to the corrodent. 

In qualitative tests, Schwartz further observed that chromium-plated 
iron exposed for weeks to the corrosive atmosphere of a laboratory was 
apparently unaffected, and that when immersed in tap water for three 
weeks there was no evidence of corrosion or loss in luster. A specimen 
immersed in boiling concentrated nitric acid for two hours remained appar- 
ently unaffected. The thickness of the layer was not stated. 

Enos § has compared the behavior of steel with chromium-plated steel 
in exposure to the outdoor atmosphere and to distilled water respectively. 
The weight losses of the plated specimens were high if the action that took 
place was concentrated on the iron exposed at pores or cracks. The con- 
clusion is inevitable that these specimens had unsatisfactory behavior. 
See Table 199. 


TasLe 199.—Chromium Plate vs. Atmosphere, Water. 
Mg. per sq. dm. per day 


Outdoor Distilled Water 
47 days 21 days 
pare ns Se AP SO a ie ? 25 
Chromium-plated steel .....--+--++-- J 5.8 


Murakami }° has tested chromium-plated steel, copper, and brass speci- 
mens under various conditions. Briefly, his results indicate good resistance 
of chromium plate to the atmosphere and poor resistance to some strong 
acids. Chromium-plated specimens exposed in various atmospheres gave 
the results in Table 200. The current used in plating was 15 to 20 amperes 
per sq. dm. 


TABLE 200.—Chromium-Plate Exposure. 
Plating Testing 


Atmosphere Base fe fneidavs Change 
Hydrogen sulfide .... Iron 10 min. 7 Rust 
Outdoors ...----++:: Iron 10 min. 24 Rust 
Laboratory ..-.----> Iron 10 min. 24 Rust 
Laboratory ..------- Iron 20-30 min. 26 No change 
Outdoors: <«ss2s+55-- Iron 20-30 min. 25 No change 
Laboratory ..------: Iron over 30 min. over 180 No change 
OutdGors es 3.20 eee Copper 10 min. 43 No change 
Hydrogen sulfide .... Copper 10 min. 43 No change 
Laboratory ...---«.- Copper 10 min. 43 No change 
Laboratory ...---+.- Copper 30 min. over 180 No change 
Outdoors -..0.. 0% 9'\s+7- Brass 10 min. 43 No change 
Laboratory .«..----.. Brass 30 min. over 180 No change 


The great difference in behavior between specimens of chromium plate 
of different producers is a point that must always be kept in mind when 
interpreting behavior, both qualitative and quantitative. Some expression 
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of this variable is afforded in the results of tests on the effect of rubbing 
chromium plate with cleaners.1* Yellow brass pipe carrying .00015 in. plate 
of nickel and .000009 in. plate of chromium began to show brass after 1 
hour 15 min. of rubbing. A red brass fitting, product of another plater 
carrying .000055 in. chromium, after 6 hours rubbing was only very lightly 
scratched, brass showing in a few very small spots. The difference was 
due of course not to a difference in quality of the plate. The example illus- 
trates, however, the order of difference that may be expected if the part is 
not ordered to a definite specification as to thickness of the plate. 

Similar specimens were further tested by suspending in a urinal for 43 
days. On subsequent scouring with a moderately abrasive scouring powder 
a few small groups of tiny spots where chromium had been removed appeared 
on the yellow brass specimen, and a very large number of spots on the red 
brass specimen. 

Chromium-plated automobile parts, marine hardware and plumbing 
fixtures have now been in use for years. Although the behavior in cases 
have been unsatisfactory, the important point is that in a great many cases 
the results have been perfectly satisfactory. 

In sea water submersion tests, according to Sutton,?* chromium deposits 
-0015 to .0025 inch thick direct on steel led to severe pitting of the steel at 
points over the surface. 

McAdam 1* compared the behavior in corrosion fatigue of an alloy 
spring steel and the same material plated directly with chromium, the 
exposure condition being a stream of fresh water. No definitely better 
behavior was observed for the plated-specimen. In view of the probable 
discontinuities in the plate and the tendency for the concentrated stress set 
up by bending to rupture the coating, this is not surprising. Honegger 


(see Reference 9) likewise found little if any benefit of chromium plate on 
steel in steam or water, under fatigue stresses, 


ELEVATED TEMPERATURES 


Chromium as an alloying element in iron and nickel has notably good 
high-temperature properties ; by this is meant that the rate of penetrating 
deterioration of these alloys, thanks to the chromium, in exposure to gases 
at high temperatures is extremely low. This subject is covered in another 
chapter. 

In oxidizing gases chromium, according to Humphries,}2 does not tarnish 
or heat tint in the range below about 650° F. 

A useful survey of the behavior of chromium in hot gases has been 
made by Hatfield.11. He exposed specimens of cast 98.1% chromium to a 
number of conditions, with the results shown in Table 201. 
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TABLE 201.—Chromium vs. Hot Gases. 


Gain in weight 
Mg. per sq. dm. in 24 hrs. 


1292° F. 1472° F. 1652° F. 1832° F. 
CPR VON cx wets ys avs 47 97 220 630 
Steam . is eb ee ce cee nee ee ens 5 37 117 210 
Garhon-dioxide seem. 27 34 130 308 
STC GIOxIdew eerie 16 39 320 360 


Assuming the oxidation product to be chromic oxide, a gain of 10 mg. per 
sq. dm. would correspond to an oxidation rate for chromium of about 
20 mg. per sq. dm. per day (.004 in. per year). The possiblity that the 
rate over longer periods would have been somewhat less should of course 
be kept in mind. In any case the extreme thinness of chromium plate would 
not suggest its permanence as a protective in the higher temperature range 
above 1200° to 1300° F. 

One use made of chromium-plated iron at elevated temperature has been 
airplane exhaust manifolds. The plate has been a reasonably satisfactory 
protective against rusting up into the 800° to 1000° F. range. 

In considering chromium plate in high temperature exposure it is well 
to distinguish between the different factors involved. In the first place 
the rate of deterioration of the chromium, in view of the thinness of the 
deposit, must be extremely low. , Then too the rate of deterioration of the 
metal exposed at cracks and pores in the chromium layer must be 
reasonably low. Also, the adherence of the plate to the underlying metal 
must persist in the elevated temperature range and through wide changes in 
temperature, in spite of conflicting expansion coefficients. Experience has 
shown that the properties of chromium plate in these respects are favorable 
for some purposes. In other cases unsatisfactory results only have been 
obtained. 

Tests on chromium plate for five months at temperatures up to 1380° 
F., for a year at 840° F., and for 1000 hours at about 1110° F. have been 

reported as encouraging.* 

In the glass industry chromium, plated directly on cast iron pressure 
molds, has been found to prolong considerably the life of the molds. This 
use involves temperatures of 1470° F. and higher, probably not exceeding 
1730° F. ordinarily. The lack of adhesion between the chromium and the 
glass is important. At these temperatures the chromium plate tends to 
diffuse in the cast iron, though at a slow rate. Temperatures up to 2370° F. 
are sometimes involved, and then diffusion of the chromium into the base 
metal is relatively rapid, the chromium disappearing entirely in places after 


a few days. 


*F, M. Becket, private communication. 


we ee ee 
- =f 
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Chromium-plated brass dies are useful in casting lead storage battery 
plates, the molten lead having no effect on the chromium. In fact chromium 
plate has good resistance to the metals melting at low temperature. 

Humphries ¥ records that chromium plate has been used as oven linings 
without raising, checking or discoloration of the coating, and that chromium- 
plated valve stems of internal combustion engines and chromium-plated 
steel pyrometer tubes are heated and cooled repeatedly without scaling. 
Phillips and Macaulay 1° tested chromium plate about .0001 inch thick up 
to 450° F. and found that it did not peel. On the other hand Porter 38 
relates that attempts to obtain a chromium deposit on steel for use at 1400° 
to 1500° F. led to discouraging results, oxidation of the underlying iron 
leading to peeling and cracking. In only one case was a deposit obtained 
that stood up for more than 300 hours, the majority failing within 48 hours. 


SULFUR SUBSTANCES 


One of the more important fields in which the resistance of chromium 
is outstanding is that of reduced sulfur compounds, including hydrogen 
sulfide, sulfurous solutions, and sulfur-bearing organic compounds. In 
oil-refining such substances are the source of much difficulty with corrosion 
of ordinary equipment. Sixty oil tanks about ten feet in diameter and fifty 
feet high, were chromium plated, and after two years’ use showed no signs 
of failure, whereas unprotected steel normally lost as much as # inch thick- 
ness in a year.? Chromium-plated still plugs, according to Egloff,” have 
given good service where particular care in plating was taken. Others 
have found the results with chromium plating rather disappointing in oil- 
refining work.?4 For small parts such as thermo-couple wells plating is 
satisfactory, but less so for tubes and other large equipment. 
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Chapter XVI 
Nickel-Iron Alloys 


GENERAL 


The simple binary alloys of nickel and iron form a group of importance 
industrially because of special physical Properties. The alloy with 36% 
nickel, known as Invar, has an invariable coefficient of expansion within the 
range of ordinary atmospheric temperature. The 50% and 80% nickel 
alloys have special magnetic characteristics to give them importance. Other 
alloys in the series are characterized by other physical properties that 
scarcely warrant outlining in the present discussion. 

Even though the simple nickel-iron alloys have reasonably good cor- 
rosion resistance, this property practically never leads in itself to their use. 
It is fortunate that Invar does not rust freely in the atmosphere, since this 
means that Invar measuring tapes do not require the protection of paints 
or metal coatings to make them serviceable in normal service. The other 
alloys of the series are likewise far less prone than ordinary iron and steel 
to rust from moisture. 


Acip' SoLuTIons 


It is believed sufficient for the present purposes to give the results of a 
few tests on nickel-iron alloys. In this way a general idea of behavior may 
be gained without the necessity for detail that might be unjustified con- 
sidering that the alloys are not used primarily because of corrosion 
resistance, 

In resistance against acids these alloys are generally intermediate between 
nickel and iron, as would be expected. The data in Table 2022 supply 
rates for three alloys together with nickel (98.3%) and electrolytic iron, in 
sulfuric acid at room temperature. The tests ran for 2 to 6 days under 
alternating immersion conditions. In concentrated acid the alloys were 
apparently better than nickel, as well as iron. 

The action of various acids on iron alloys with 25% and with 38% nickel 
respectively is compared in the data in Table 203.8 The tests were made at 
room temperature over a 24-hour period, presumably in quiet submersion. 

344 
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We TABLE 202.—Nickel-Iron vs. Sulfuric Acid. 


Cand. Corrosion Rate—Mg. per sq. dm. per day 

Yo 98.3% Nickel 78.5% Nickel 479% Nickel 37.6% Nickel 0% Nickel 

5 250 350 1000 1630 3,300 
10 300 680 1380 1710 4,020 
25 290 1050 910 950 15,200 
50 450 540 250 520 2,300 
75 635 160 100 180 350 
96 495 366 54 309 1,120 

TABLE 203.—WNickel-Iron vs. Acids. 
Corrosion Rate 
Mg. per sa. dm. per day 
25 Ni75 Fe 38 Ni 62 Fe 

STUFIC ACIGS LOF0 eekale wee Oa cs se ne 8 0s 165 60 

vt ; ya Ne a ee eee 135 60 
Nitric acid 32% ..... Aes ay er eam 25,000 52,500 
Hydrochloric acid" 1996 55 c6es.00 02 sees. 330 285 
PCG PAIGE SACI A lates ors sik pis ee-sin a sine 5 117 210 


Another set of data, covering the action on 25 Ni75 Fe of sulfuric, 
nitric and hydrochloric acids in quiet room temperature exposure of 24 
days, is given in Table 204.° 


TABLE 204—Nickel-Iron vs. Acids. 
Corrosion Rate—Mg. per sq. dm. per day 


59° F. 104° F. 140° F. 1760; 

Sulfuric acid 

129 sae nea 70 330 250 450 

SR oor eth raids 120 450 1,060 1,640 

Doo wie at ae ea res 210 440 760 1,620 
Hydrochloric acid 

DUIS ys aa nite tees 70 460 1,190 2,120 

OCp a teat or ea came ane 160 1,760 4,180 20,920 

Pate at. Media's aig 360 6,970 38,070 62,700 
Nitric acid 

BO tore Men det ha sin ais 10,560 17,440 ~ 20,900 25,950 

KIA ee, te Ser 74,500 86,880 87,210 101,030 


NEUTRAL SOLUTIONS 


In neutral solutions—waters and salt solutions—the alloys behave much 
better than ordinary iron and steels, yet are less resistant than pure nickel. 
Submerged in quiet salt solutions at room temperature for 30 days a 30% 
nickel iron was attacked at the rates in Table 205.° 


TaBLeE 205.—Nickel-Iron vs. Salt Solutions. 


Mg. per sq. 

dm. per day 
Ammonium chloride 5% ...-.---+eeeeereetees 14 
Magnesium chloride 1% ....---+--eeeeeeetres 3 
Sodium sulfate 10% ....---seseeeecereeesees : 


Magnesium sulfate 5% ...--++++seeeeeereeees 
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In tests in which specimens were alternately submerged and withdrawn 
from a 5% solution of sodium chloride, the rates in Table 206 were 
obtained.? | 

Tasie 206.—Nickel and Iron Metals vs. Sodium Chloride. 


Mg. per sq. 
dm. per day 
Electrolyticuirons % so aes ocean «ieee eras 460 
38 Ni 62. Feet feces cae Oe os oe Oe eee 28 
SO-N120 Beé:sae.. bs aoe csc a tow cen oes eee 2.5 
Nickel 5.0 tows 4 etree ee eee 5 


In other tests * the comparison was obtained as shown in Table 207. 
The tap water and sea water tests ran 64 days, quiet, the other ran 52 days. 


TABLE 207 —WNickel-Iron vs. Water. 
Corrosion rate—Mg. per sq. dm. per day 


Ordinary steel 26 Ni 74 Fe 
Papewaler too i eee ae 82 4.1 
Séa water 204: 2. ol sees RO eee 11 5 
Wet#and sdryralternatine) 0 oe y.ce as 28 ae 


Friend * exposed a bar of 80 Ni 20 Fe for three years in Southampton 
(England) harbor. The corrosion rate was less than .1 mg. per sq. dm. per 
day, although there was widespread incipient pitiing. Ordinary steel was 
corroded evenly at a rate of 8 mg. per sq. dm. per day. All specimens 
acquired a mass of fauna and mud that was believed to have suppressed 
corrosion. 


ALKALINE SOLUTIONS 


The resistance of iron and steel to strong caustic alkaline solutions 
at ordinary temperatures is very high, and nickel additions ordinarily give 
only appreciable improvement. In the more dilute solutions nickel additions 
would be beneficial in the same sense that nickel improves the resistance of 
iron to neutral solutions. Likewise, in strong hot caustic nickel is decidedly 
beneficial, and actually used commercially for improving the behavior of 
cast irons. The rates given in Table 208 were obtained on specimens sub- 
merged 54 days in a caustic evaporator in which the caustic soda, made by 


TABLE 208.—Nickel-Iron vs. Caustic Soda. 


Nickel Content Mg. per sq. 
of Cast Iron dm. per day 
0 ‘ 366-458 
pH 235 
5 247 
15 152 
20 17 
30 ae 
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the “ammonia-soda” process, was concentrated from 50 to 65%, under 
vacuum of 26 in.? 

Other data on the behavior of nickel-iron alloys to hot caustic are given 
in the chapter on iron and steel. 


ATMOSPHERE 


Behavior in atmospheric exposure carries great significance for these 
alloys, even though this may never be the first consideration in their prac- 
tical use. Nickel has the general effect of improving the resistance of iron 
to the atmosphere. Nickel fails, however, to bring about the degree of 
resistance that the chromium in stainless steels confers. The nickel iron 
alloys can scarcely be considered generally stainless or rustless. 


There seems to have been made no detailed study of this question. In 
some tests,’ in which nickel-iron alloys were exposed two years in outdoor 
industrial atmosphere (Bayonne, N. J.) it was observed that the rust coating 
that developed on the 50% and 60% nickel alloys was only loosely attached 
to the metal, flaking off to reveal a bright metallic surface beneath. This is, 
of course, unlike the behavior of ordinary iron and steel, on which the rust 
is ordinarily very adherent. 

In another set of tests? specimens were exposed almost two years in 
industrial, rural and marine atmospheres respectively. The 20 Ni 80 Fe 
alloy was definitely inferior to the alloys with greater nickel, up to 60%. 
The surface on the former was deeply corroded beneath rust, whereas 
with the others the original surface had corroded away but the attack 
was not so deep. The original grind marks on the 60 Ni 40 Fe alloy were 
actually visible after marine exposure. 

The improvement conferred by nickel is most marked in less severe 
exposure, as indoors, where rusting itself may be entirely prevented. 


Sands ® has made the following statement : 


“Polished Invar is highly resistant to atmospheric corrosion as well as to 
attack by fresh or salt water. Invar instruments may be left for long periods 
of time in moist atmospheres, under water, or even in steam without noticeable 
effect. But while the corrosion resistance is excellent, it is not perfect, and 
it is wise to keep Invar apparatus greased when not in use, especially in tropi- 
cal climes. It is important to prevent inception of attack, for once started 


extensive damage may be done.” 


HicH TEMPERATURES 


Nickel-iron alloys are not considered heat resistant in the same sense 
that the chromium-nickel-iron alloys are. In fact a nickel addition to iron 
‘5 not in itself sufficiently beneficial to be widely important, either in raising 
the temperature range:in which iron may safely be used or in suppressing 
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rates at any given temperature. Dickenson? exposed specimens for succes- 
sive periods totalling 100 hours, at each of several high temperatures. 
Between each period the specimens were scraped free of scale. The results 
are given in Table 209. 


TABLE 209.—Nickel-Iron vs. High Temperatures. 
Loss by scaling—Mg. per sq. dm. per day 


Temp. * F. 30 C Steel 25 Ni75 Fe 
Electric furnace 
1067 996 180 
1247 2,900 810 
1335 6,600 - 1,800 
1427 13,000 4,000 
1607 36,000 20,000 
Gas furnace 
1607 34,000 8,500 
1731 58,000 36,000 
1877 130,000 77,000 
2012 200,000 160,000 


Specimens of mild carbon steel and 36 Ni 64 Fe gained in weight as 
shown in Table 210 over a 24-hour period.® 


TABLE 210.—Nickel-Iron vs. High Temperatures. 


Gain—Mg. per sq. dm. per day 
Gas and Temp. Mild ; 
Carbon Steel 36 Ni 64 Fe 


Oxygen 
1292° F. 1,040 412 
1472° F, 2,970 972 
1652° F. 8,340 1,400 
1832> _ 17,860 2,550 
Steam 
1292° F. 365 316 
1472° F, 2,197 1,338 
1652° F. 7,493 3,620 
1832° F. 23,100 5,454 
Carbon dioxide 
1292° F, 1,000 278 
1472° F. 3,675 1,000 
1652° F, 7,500 - 2,540 
1832° F. 9,350 3,075 
SE aaa 
gd oF 985 2,000 
1472° F; 4,160 14,000 
1652° F, 17,700 20,000 
1832° F, converted 26,000 


It is well to point out here that the nickel-iron alloys behave at high 
temperatures more nearly like ordinary iron and steel than like the “heat- 
resisting” alloy group. 
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Chapter XVII 
Nickel 


Nickel is one of the more versatile metals, combining mechanical char- 
acteristics on the order of those of mild steel, relatively high degree of 
corrosion resistance, appearance of some aesthetic value, favorable working 
quality, and availability consistent with its diversified uses. The cost of 
nickel is high, reflecting mining, metallurgical, and mill factors. 

Sheet, rod, and forging stock is ordinarily of 99% purity, with man- 
ganese and iron as the chief impurities. A grade containing up to 5% 
manganese is used in certain high-temperature applications. Nickel may 
or may not carry cobalt as an impurity, depending on the refining process ; 
it has not been demonstrated that the effect of the presence of cobalt is 
either harmful or favorable. 

Nickel has resistance of practical importance against most of the groups 
of corrodents. It is effectively resistant to acid, neutral, and alkaline con- 
ditions in general; it has certain definite advantages as a construction 
material for handling food products; in resistance to oxidation it is capable 
of operating at higher temperature than ordinary irons and steels and many 
of the common non-ferrous metals; its resistance to the milder forms of 
ordinary atmosphere gives it decorative value. | 

The natural reactivity of nickel, as indicated by its electrochemical 
behavior under a number of corrosive conditions, is higher than its general 
corrosion resistance would lead one to expect. There is a definite tendency 
of nickel to become passive but this is so undependable in its action as to 
be of doubtful practical significance. In certain cases, as in concentrated 
nitric acid at low temperatures, the effect is strong. In the exposure con- 
ditions which nickel can usefully handle, its effect is less obvious. 


NICKEL PLATE 


Nickel plating ? *® 5° is an effective commercial means for giving metal 
surfaces a bright and more or less permanent white appearance for use in 
atmospheric exposure. Steel, brass, and copper are the commonly employed 
base metals, and zinc and aluminum are occasionally used. Chromium 
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plate usually carries underlayers of nickel plate, an arrangement that makes 
possible a more nearly perfect chromium layer and improves the corrosion 
resistance of the article. The degree of protection afforded by nickel plate 
varies with a number of factors, particularly the thickness of the plate 
and the type of atmosphere. 

The two characteristics that chiefly limit the usefulness of nickel plate 
are the porosity and the thinness of the plated layer. It has so far been 
impossible to produce a perfectly non-porous film of metal, true of other 
metals as well as of nickel. Obviously enough, the base metal is exposed 
at these pores, which become loci for the accumulation of moisture-absarbing 
salts, with the result that galvanic cells often are set up. With steel as the 
base metal the corrosion may be relatively rapid. Pores and imperfections 
in the plate are due to several factors—surface defects in the base 
metal, foreign material adhering to the base metal, solids carried over in the 
plating bath, and the deposition of gas bubbles along with the nickel. Care- 
ful control of these factors and the use of thicker deposits of nickel tend 
towards lessened porosity; intermediate wiping is beneficial. 

The thinness of deposits—usually .001 inch and less—means that even 
slight loss from corrosion or abrasion may be serious. Rain spots and 
tarnish on nickel sometimes are removed only by abrasive cleaners, and 
constant use of abrasives wears down the plating. 

The behavior of nickel-plated steel sheet specimens in 18-months 
exposure has shown the important beneficial effect of increasing the thick- 
ness of the nickel layer. The tests were made in six different locations # 
under the auspices of the American Society for Testing Materials, the 
American Electroplaters’ Society, and the National Bureau of Standards. 
The data given in Table 211 derive from these tests. The higher the 
“score” the better the behavior. 

It was concluded by the authors that for severe exposure the nickel 
plate on steel should be at least .01 in. in thickness, and for mild and 
indoor exposure at least .0005 in. thick. 

With plates of .001 in. thickness, and less (thicker layers are at present 
unusual), the. life of nickel plate in indoor exposures is numbered in years. 
In outdoor exposure behavior is less satisfactory ; where the plate is cleaned 
occasionally, as in the case of automobile trim, behavior is reasonably good. 
In more corrosive conditions such as moisture-laden marine atmospheres 
and the sulfur-bearing atmospheres of cities the value of nickel-plated steel 
‘s rather doubtful. Where the plated object is subjected to immersion in 
water, salt solutions, acids, alkalies, and food products, nickel plating is 


but a temporary expedient. 
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TABLE 211.—Nickel Plate vs. Atmosphere. 


7 Score 
.00025 in. .0005 in. .001 in. .002 in. 
nickel nickel nickel nickel 
Non-industrial 
State Colleve;Painv. sats 31 70 87 96 
Washington, DNC. cy yon eens 35 82 86 94 
Industrial 
New York Gity:.-07..,2¢a) 17 30 67 86 
Pittshurgh> Pats ue oe 8 20 36 52 
Marine 
Rey Wests Hia.cc eee 10 25 67 79 
Sandy Hoole” Ni [gee oe 10 27 62 79 


The “score” relates to the criterion of comparison, per cent of surface 
rusted, as follows: 


Per cent of 

Score surface 

rusted 
100 0 
80 0-5 

60 5-10 
40 10-20 
20 20-50 

0 50-100 


STRESS-ACCELERATED CORROSION AND CoRROSION FATIGUE 


McAdam ?-?9 has determined the damage suffered by cold-worked nickel 
from combined cyclic stress and corrosion by carbonate tap water, using 
change in fatigue strength as the measure of damage. The curves of 
Figure 52 represent, on the zero line, the damage resulting from stressless 
corrosion, and on the other lines the damage resulting from the correspond- 


Figure 52. Nickel ys, Fresh Water 
in Fatigue.” 
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ing combinations of stress and time in corrosion exposure. The ordinates 
are the resultant fatigue limits. 

In Figure 53 are plotted the combinations of time, number and rate 
of cycles, and stress in corrosion exposure which damaged the metal to the 
extent of a 15% drop in the fatigue limit. The abscissae represent both 
time and average rate of net damage. Two curves are included of data of 
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Figure 53. Nickel vs. Fresh Water in Fatigue.” 
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tests in brackish sea water. This condition is more damaging by several 
times than tap water. 

Finally, in Figure 54 the stress is plotted against time for different 
cycle frequencies to produce 15% damage. The damage represented in 
Figures 53 and 54 is purely corrosion-stress damage. 


Two-MeETAL GALVANIC BEHAVIOR 


In electrochemical nature nickel is characteristically cathodic (protected ) 
to iron and usually anodic (corroded) to copper. This generalization applies 
to the range of aqueous solutions against which the resistance of both nickel 
and the other metal is of a commercial nature. The susceptibility of nickel 
to passivation becomes perhaps a factor in its galvanic behavior, tending 
to make it less powerful as a cathode. 

The coupling of aluminum with nickel is not good practice in any acid 
or salt solutions in which the two metals separately have good resistance. 
The use of aluminum paddles with a nickel milk pasteurizer, for instance, 
resulted in complete protection of the nickel and rapid corrosion of the 
paddles, the relative areas of nickel to aluminum being 5to 1. The aluminum 
when not coupled with nickel was resistant to the point of being almost 
unattacked. Likewise in moist atmospheric exposure the coupling of these 
is to. be avoided unless a very slight accelerated attack of the aluminum 
is allowable. 

Nickel is normally cathodic to tin, lead, and zinc. In acid solutions these 
metals would tend to corode at an accelerated rate, with the exception 
that with lead in sulfuric the insulating film of lead sulfate largely prevents 
the flow of galvanic current. In a boiling solution of 0.25% sulfuric acid 
and 0.15% nitric lead was anodic, by potential measurement, to nickel.22. In 
neutral reacting solutions couples of nickel with tin and lead and lead-tin 
solders are relatively safe. 

Couples of nickel and iron lead to acceleration of the corrosion of iron. 
The acceleration is rather considerable in those dilute acid solutions with 
which cast iron is sometimes used. The data below *? illustrate the effect 
in 5% sulfuric acid at room temperature; the area of the iron was 14 
sq. dm. and of the nickel 3.3 sq. dm. The corrosion rates are for iron. 
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Iron vs. Sulfuric Acid. 
Mg. per sq. 
dm. per day 
Eye EY Ee Lae pehts Seay Sin Oe ee 1,700 
Coupled withemickel.. .78 65s. > «ives > 19,600 


The area relations in this case favored greater acceleration of the attack. 
The e.m.f. under the same conditions ranged at 0.37 to 0.47 volt. 

In neutral solutions—brines, sea water—iron likewise tends to suffer 
in couple with nickel, the degree of action depending on aeration of the 
solution. Evans !! found an e.m.f. range up to 0.4 volt developing between 
steel and nickel in dilute salt solutions, tap water and distilled water. Nickel 
became temporarily anodic to steel in a single case where freshly abraded 
nickel was coupled in tap water with steel, the water against the steel being 
aerated. Acceleration of attack is indicated by the results of tests in 
Table 212 in which iron, both uncoupled and coupled with nickel, was par- 
tially immersed (plentiful oxygen supply) over a 14-day period. The elec- 
trodes were clamped 2.2 cm. apart. 


TasBLe 212.—Iron vs. Water and Salt. 
Weight Loss of Steel—Grams 


1 N Sodium Chloride Tap Water 
Uncoupled ......-eeeeeeeeeeee 27 14 
Coupled with nickel electrode 
Mreas equal 5..2...2--s055-- 51 9 
Cathode area twice that of 
ATIOdE ATCA, «0-2 sss ccceeneess 75 10 


Copper coupled with iron in the salt solution caused a greater acceleration 
than the nickel, and lead a lesser. Using steel specimens sprayed with copper 
and with nickel, Evans 1° found copper to be a more intense accelerator than 
nickel, in partial immersion in one-half normal sodium chloride, and in tap 
water. In these tests the same volume of rust resulted whether the steel 
was uncoated or was coated with nickel in a discontinuous layer, a thin layer 
(.001 cm.), or a thick layer (.01 cm.). 

Aeration is the greatest single factor in the corrosion of iron by neutral 
solutions; aeration likewise favors galvanic acceleration of iron when 
coupled with nickel. The data below 22 suggest the effect of nickel couples, 
these rates applying to fully aerated and agitated 3% sodium chloride at 
room temperature, with a cathode area of 3.3 sq. dm. and anode area of 
0.14 sq. dm. The corrosion rates are for iron: 


Iron vs. Salt. 
Mg. per sa. 
dm. per day 


Uncoupled .....-2ceereerereeeeeeees 350 
Coupled with HEEL ds the eke ets, 7,600 
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In alkaline solutions iron tends to be anodic to nickel, as indicated by 
the results of tests in caustic soda solutions in Table 213.7? 


TABLE 213.—Nickel : Iron Couples vs. Caustic Solutions. 


Conditions Anode Cathode Volts 
100°-130° Tw.; 26” vac.; 75 Ibs. 
stéam tic Jac te eee Cast iron Nickel 15 
Ingot Iron Nickel 19 
30° Tw.; 7” vac.; 8 Ibs. steam........ Cast iron Nickel 43 
Ingot iron Nickel 46 


Further data on the potential difference in caustic were published by 
McKay. 

Nickel coupled with Monel metal, copper, the brasses, and the bronzes 
develops usually only small potential differences, on the order of .05 volt and 
less. Voltages of over 0.1 have been observed against a copper-nickel alloy, 
with nickel anodic, in agitated milk, yet in an aerated solution of lactic acid 
and sodium chloride nickel was anodic at 0.03 volts. The electrochemical 
nature of nickel and the copper alloys is so nearly alike that the direction of 
polarity between nickel and any other metal in the group may reverse under 
some conditions of aeration, agitation, polarization, and the solution itself. 
The results in Table 214 have been obtained 22 in agitated pasturized milk. 
The nickel silver carried 55% copper, 27% zinc, and 18% nickel; the 
copper-nickel alloy was a 70: 29 composition with 1% tin. 


TABLE 214.—Nickel : Copper Alloy Couples vs. Milk. 
Temp. Time 


oF Hoe Anode Cathode Volts 
86 0.0 Nickel Copper-nickel .049 
20 Nickel Copper-nickel .045 
3x5 Nickel Copper-nickel .045 
145: 0.3 Nickel Copper-nickel 082 
1.0 Nickel Copper-nickel .099 

1.2 Nickel Copper-nickel 13 

1.5 Nickel Copper-nickel 13 

2.0 Nickel Copper-nickel 13 
86 0.0 Nickel Nickel-silver 053 
2.0 Nickel 3 Nickel-silver .040 
3.5 Nickel Nickel-silver 036 
40 Nickel Nickel-silver 036 


Tests in aerated, agitated 3% sodium chloride gave the data in Table 215. 


TABLE 215.—Nickel:Copper-Nickel Couples vs. Salt. 


Time—Hours Anode Cathode Volts 
OU cae ae cen ee Copper-nickel Nickel 054 
eS iV Nth ete Cate ee eee Nickel Copper-nickel .0027 


ae ase a aah g Gun ae een eee Copper-nickel Nickel 062 
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Another case of changing polarity is that of nickel coupled with a 
bronze casting (85% copper, with tin and lead) immersed in quiet tap 
water relatively high in chloride.2?_ (See Table 216.) 


TABLE 216.—Nickel : Bronze Couples vs. Water. 


Hours Anode Cathode Volts 
4 Pe Re chara the clea eels e tess Nickel Bronze 063 
pee ee Pt Bronze Nickel 023 
Iyer Ose eee Bronze Nickel 056 


That the coupling of nickel with copper metals may sometimes lead to 
appreciable accelerated attack is shown in data (Table 217) from tests in air- 
saturated and agitated sodium chloride.2?_ The brass was 70 Cu 29 Zn 1 Sn. 


TABLE 217.—Nickel : Brass Couples vs. Salt. 
; Mg. per sq. dm. per day 


Area Coupled Uncoupled 
Brass Re Ry REL ich a tothe 0.29 sq. dm. 108 18 
DICK OD ie acca. fae soles aes 0.14 sq. dm. 0 1.9 


The couple developed .058 volt at the start of the test and .11 volt after 
16 hours, with brass the anode. 

On the other hand couples of these metals may not lead to accelerated 
attack, as indicated by the results in Table 218%? of a nickel and copper 
couple in aerated, agitated 20% calcium chloride: 


TasLe 218.—Nickel : Copper Couples vs. Chloride. 
Mg. per sq. dm. per day 


Area Coupled Uncoupled 
Copper ......--eeeeeee eens .26 sq. dm. 103 152 
Niclcetie teh. eh aces eels .26 sq. dm. 27 30 


Presumably the accumulation of corrosion products or polarization by gas 
suppressed the galvanic effect. 

Although experience has shown that the coupling of nickel with the 
metals of the copper group in exposure to waters, the atmosphere, steam, 
and neutral salt solutions is in most cases safe practice, it is well to avoid 
such couples in acid exposure unless the design will allow some accelerated 
action. In acid solutions nickel may act as cathode or anode to the other 
metal, depending on various factors such as aeration. In one case nickel 
coils held by copper straps, handling a hot mixture of sulfuric acid, water, 
ethyl alcohol, and calcium acetate were corroded through at the 
copper :nickel :solution contact. Except in this area the nickel was practi- 
cally uncorroded; the affected area extended 3 inches each side of the 
straps, the straps being 5 inches wide. 

Likewise, nickel suffered in contact with copper exposed in an esterifica- 
tion still, the solution consisting of acetic and sulfuric acids, water, and 


~ a : ~. 
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alcohols at about 200° F. The specimens, 0.5 sq. dm. in area, were epatetee 
by and in electrical contact with a small nickel spacer, .018 sq. dm. in area. 


(See Table 219.) 


TABLE 219.—Nickel : Copper Couple vs. Hot Acid. 
Mg. per sq. dm. per day 


Coupled Uncoupled 
Copper specimen jc hk nuk hence et 416 
Nickel SPACE ie, orig dkenhs loa site pe oe 
Nickel) specimen’... tcuus. Vasco eee 


On the other hand copper was anodic to nickel in air-saturated, agitated 
5% sulfuric acid.?? (See Table 220.) 


TABLE 220.—Nickel: Copper Couple vs. Acid. 


Anode Cathode E. M. F., volts 
i .QSuU 
COppene 5204.0 coe Scot a cel Nickel 
Nickel o 4A Ce A en Monel Metal O11 


The chromium iron and the chromium-nickel iron alloys vary in polarity 
against nickel depending upon whether the alloy is in the passive or active 
state. In oxidizing acid or oxidizing salt solutions nickel is anodic and 
if the solution is corrosive to uncoupled nickel, acceleration would tend 
to result if coupled with a chromium alloy. An e.m.f. of 0.50 volts between 
nickel and 18-8 stainless steel, with nickel anodic, was developed in a boiling 
solution of .25% sulfuric and .15% nitric, the nitric acting to passify the 
alloy. A nickel and 18-8 couple in quiet sweet milk and buttermilk at 143° Fe 
for instance, was free of accelerated action. On the other hand chromium 
alloys when cathodic are likely to accelerate the attack of an anode metal,*® 
like nickel, much as platinum would. 


Aci Sorutrons 


Nickel has generally good resistance, much like copper and the copper 
alloys, against the non-oxidizing group of acids—sulfuric, hydrochloric, 
phosphoric, acetic, tartaric, and others. Aeration and higher temperatures 
are accelerating conditions; air-saturated solutions of these acids are char- 
acteristically strongly corrosive, and solutions at temperatures approaching _ 
boiling often are too corrosive to make the use of nickel practical. Against 
inherently oxidizing acids—nitric, sulfurous, acid and ferric salt mixtures, 
chromic acid at times—the resistance of nickel is not good. 

Sulfuric acid. Though less resistant than lead or silicon iron or Monel 
Metal, nickel is sometimes used with sulfuric acid.5 16, 17, 21, 22, 25, 30, 57 
In dilute, unheated solutions of relatively low aeration the resistance of 
nickel is good; strongly aerated solutions, and boiling solutions are too 
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strongly corrosive to make the use of nickel practical. Corrosion is more 
rapid at intermediate than at low or moderately high concentrations. Con- 
centrated (80 to 100%) acid in the cold is inclined to be seriously cor- 
rosive, and when hot is very corrosive. A general idea of behavior is 
afforded by the typical rates for different conditions in Table 221. 


TABLE 221. —Nickel vs. Sulfuric Acid. 


Condition Mg. per sq. 

dm. per day 
Goldwsubstantially: air: tree, 1-G0%) ....4.02 <a sae ee ta ves <10 
eCetiee ti Cite sw SUIDEICL SION, SISO TOs og se neue vaso. cep 8 pr Be a0 25 
Cold, moderate aeration and agitation, 1-20% .......... 100-300 
iN tet LA VEE, as, WEP ak RED a ee Sa ang nae 300-500 
Re raga ten gig oe oe seat aia si wes a's woe 4.250, oliae et <n 1,000 
neha ay Ve OW eC i a ne ee ee a ee 40,000 


Nitric acid. Attack of nickel by nitric acid is quite appreciable at low 
concentrations and increases very rapidly with concentration and tempera- 
ture. Aeration is not necessary for attack, because of the oxidizing power 
of the acid. The intensity of corrosion is somewhat as follows: 


Maximum (moderate to high concentrations).... 50,000 mg. per sq. dm. per day 
Average (dilute acid) .....-...sseeeeeeeeeeeee 5,000 mg. per sq. dm. per day 
Low (very dilute acid) 2.0.4... ...0eeseneseeee 250 mg. per sq. dm. per day 


Hydrochloric acid. Nickel is one of the better resistants against 
hydrochloric solutions,®: ** 16, 17, 21, 30 yet this does not mean its resistance 
is of a high order, since hydrochloric is one of the most difficult of the acids 
to handle. From the practical standpoint, nickel may be considered resistant 
to hydrochloric solutions at room temperature up to around 15% concentra- 
tion under conditions where the acid has a low air content, e. g. quiet sub- 
merged exposure. The acceleration of attack with increase of temperature, 
concentration—in the lower range—and aeration is very rapid. Under 
less than extraordinary conditions hydrochloric acid might penetrate an 
inch or more of nickel in a year (60,000 mg. per sq. dm. per day) and at 
the slower rates the penetration will be from 100 to 200 mg. per sq. dm. 
per day. 

An approximation of test rates is given in Table 222. 


TaBLe 222.—Nickel vs. Hydrochloric Acid. 


Mg. per sq. 
dm. per day 
en A beget a ll ae 20- 100 
siieciuletel 920 eae oe ees ene ees eee eS we a0 
Cold, aerated, cele? Pe Ne ae RE. Shaiya hip > 88 ee apie! 
Cold, aerated, 15-36% .....------esreeecrsrte tere ae 


Wa 159 0a ae coer et care ees tas etn tte 
Tt Sy Or, et i ea 800-10,000 
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The effect of aeration in dilute acid exposure is indicated by the data 
in Table 223.14 The tests ran for 48 hours following 48-hours previous 
exposure, and were made at room temperature. 


TABLE 223.—Nickel vs. Hydrochloric Acid (1 N). 


Mg. per sq. 
dm. per day 
Total immersion 2 
Quiet Rees tees ek ee Sees 
Air-agitated: 4.8... 45.5 enone eee 174 
Alternate immersion 
Continuous)... es aese Lie 900 
Intermittent “7.0020. / eb oe 380 
Spray. (4 to’30 days) 2; 47) aes 87 


Phosphoric Acid. It is not ordinarily safe to use nickel with process 
phosphoric solutions,2? 24 Carrying iron salts, as in the processing of acid 
from phosphate rock, since these are strongly corrosive to nickel. Thus 
at 176° F. a dilute solution of crude phosphoric, carrying 0.40% iron, cor- 
roded nickel at a rate of 5,000 mg. per sq. dm. per day with pitting.2# In 
the absence of iron, phosphoric in the cold has low to moderate action on 
nickel, rates being on the order of 20 to 80 mg. per sq. dm. per day for 
quiet exposure, and 50 to 200 for agitated aerated acid. Hot concentrated 


solutions of pure acid are very corrosive, rates running above 1000 mg. per 
sq. dm. per day. 


Acetic acid. Against acetic solutions & 14. 21, 22, 45, 57 of mild and low 
aeration, and of low concentrations (under 1%) whether aerated or not, the 
resistance of nickel is reasonably good. Temperature has an accelerating 
effect, but even boiling acid is resisted fairly well. In cold highly aerated 
acid the rates range around 300 mg. per sq. dm. per day and may be con- 


sidered somewhat too high for continuous contact under most conditions. 
(See Table 224.) 


TABLE 224.—Nickel vs. Acetic Acid. 


Mg. per sq. dm. 


per day 
Cold, quict;\1-100%t ol vo eat ee 10- 50 
Cold, moderately strated, 1-l00708. (8 eee ee 50-150 
Cold, highly aerated and agitated, 1-100% .......... 250-400 
Hot 21-100 Mae. eats ike co eck ee ee 50-150 


Below are data 14 covering the effect of aeration in cold dilute acetic 
acid solutions. The tests were made at room temperature, and ran for 
48 hours, following previous 48-hours exposure. (See Table 225.) 
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TABLE 225.—Nickel vs. 3% Acetic Acid. 
Mg. per sq. dm. 


Total immersion ieee 
ROCCE Me gals mete ge sehen Wy AN os 0 AG Assy 23 
PA SIMO OC MER 2h ene. tie tals Shed xg « oa 143 
Alternate immersion 
SSCLINGOUSHEE Tran Gans Se clas cc ete conk 4 155 
TPLEPINIETON COM ar tan aire coke cere Cae eek cn 68 
ODER vals CORMMOAYS archi eee ce ee hohe ate. Fe § 29 


The results in Table 226 were obtained ?* in boiling acetic solutions, in 
1 hour exposure, and illustrate the effect of dilution as a factor. 


TABLE 226.—Nickel vs. Boiling Acetic Acid. 


Acetic Conc. Mg. per sq. dm. 
pH per day 
4.3 230 
5.3 120 
6.0 60 
6.75 a 


The results in Table 227 were obtained in tests in which the specimens 
were held either submerged in boiling acid, or exposed to the vapors of the 
boiling acid. The duration was 20 hours.?? 


TABLE 227.—Nickel vs. Boiling Acetic Acid. 


Acetic Mg. per sq. dm. per day 
Jo Submerged In Vapors 
5 66 46 
50 116 90 
98 74 24 
99.9 85 14 


Similar tests were made in acid and anhydride mixtures. (See 
Table 228.) 
TasLe 228—Nickel vs. Acetic Acid and Anhydride. 


Solution Mg. per sq. dm. per day 
Acid Anhydride Submerged In Vapors 
Jo Jo 
30 70 144 213 
2 98 26 34 


Organic acids other than acetic. The hydroxy-acids are roughly alike 
in their action on nickel.8: 21 22, 25.35 The differences observed in tests do 
not lend themselves to generalization. As a group these acids are well 
resisted by nickel when aeration is low to moderately high. With very 
high degrees of aeration, or in boiling acid, the attack is inclined to be 
fairly rapid, particularly with the higher concentrations of hydrogen 
ion. Approximation of rates is given in Table 229. 


Ae Tae ae ESS 
ol. 7 -. a bs “ 
; s Py . - 
: 
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TABLE 229.—Nickel vs. Organic Acids. 


Mg. per sq. 

dm. per day 
Cold, quiet, all concentrations -<. S/v..5 as -emseee eee eds as 
Cold, aerated, moderate (most corrosive) concentrations. . 20-10 
Hot, all-concéntrations isc. fas secs oo ee ee 50-300 


A set of data® that is useful in that several acids and conditions are 
covered is given in Table 230. Aeration was of low order. The cold tests 
ran for 5 days, the hot for 20 hours. 


- TABLE 230.—Nickel vs. Organic Acids. 
Mg. per sq. dm. per day 


Acid 0.1 .N 0.1N pH = 
Room Temp. fA SSA i VA nS © 

POLMIC( .o20 a4 ae ee 45 40 
Bactig-gs 43. vies cea oa 56 75 
PALIATIC on 5,0 eat tee ete 22 93 310 
Matic" 25.4 0 oe eee 40 25 
PCE OTA” cht eee eee 2.8 43 53 
CUPICI oie ute ae 49 56 93 


Oxidizing substances in acid solutions. Oxidizing substances like 
ferric salts and copper salts, peroxide, chromates in acid solutions are 
inclined to be very corrosive to nickel. Data on some of these are given 
below. Very low rates were obtained in some cases, due to passivation, 
yet this high degree of resistance under such conditions cannot normally 
be expected. 

Nickel specimens, exposed to flowing acid mine water for 98-135 
days, at atmospheric temperature, gave the rates in Table 231.47 Nickel 
is not useful with these, nor for that matter with any acid solutions carry- 
ing ferric iron. } 


Taste 231.—Nickel vs. Oxidizing Acid. 


Conc. % Mg. per sq. 
Sulfuric Ferric Iron dm. per day 
.14 .006 146 
.22 .09 , mn 
.043 014 118 


A 6% sulfuric solution carrying .85% dissolved copper corroded nickel 
at a rate of 400 mg. per sq. dm. per day in a 24 hour room temperature test.22 
Nickel generally should not be used with acid solutions carrying copper. 

A mixture of 0.9% sulfuric and 27% chromic acid corroded nickel at 
the rates in Table 232.22 Chromic acid is too strongly oxidizing to nickel 
to allow the latter’s use. Pure nickel in this case was passive, but passivity 
cannot be depended upon. 
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TABLE 232—Nickel vs. Oxidising Acid. 
Mg. per sq. dm. per day 


120° F. 80° F. 
PMA Ee OGY io he tae Wo Siigie a's o's oy 84 0 0 
Daciel ee 9e MaNGANeses coax, oo est Kes crepe se 4780 4300 
Wickelor5% mialranese wn. 5, ce woes Se bee es 236 3160 


Sulfidizing substances in acid solutions. Sulfurous acid and hydrogen 
sulfide in solution attack nickel strongly with the development of sulfide 
corrosion products and pitting. Rates in sulfurous acid * * run as high as 
500 to 1000 mg. per sq. dm. per day. In acid solutions carrying sulfide, 
such as hydrogen sulfide in solution corrosion may not be so severe, yet 
action is too intense to make nickel useful. 


ALKALINE SOLUTIONS 


Caustic solutions. Nickel is an extremely good resistant to caustic 
alkaline slutions,!* 1% 21, 22, 25, 30, 31 such as sodium and potassium hydroxide 
and sodium carbonate and bicarbonate. Rates run ordinarily below 1 mg. 
per sq. dm. per day in any concentration, cold and hot, with the exception 
that very hot concentrated solutions may at times run rates up to 10 mg. per 
sq. dm. per day. . 

A one-normal solution of sodium hydroxide at room temperature gave 
rates as in Table 233.14 The tests ran 48 hours following 48-hours previous 
exposure. 

TABLE 233—Nickel vs. Sodium Hydroxide (1.N). 


Mg. per sq. 
dm. per day 
Total immersion 
inet. tens tna edeak <u a Rine brs Pawns veg 4 
Pura itdted ea ke agit’ cys ce wih ag ees = cies <eel 
Alternate immersion 
Gear iitiOne iss. fod Doows se on eds ore soe sa 
Trtecwnittent: | cece ase ween ods tw a's ieee ey 


Spray (4 to 30 days) Ee phe ete, Py Re 


Tubes of caustic evaporators are commonly made of nickel, both because 
of its resistance and the fact that nickel in the quantities absorbed by the 
caustic is not considered injurious.** Welded nickel tubing for 20 months 
in an evaporator operating at an average temperature of 203° F. and 
delivering 50% caustic showed, on visual inspection, no penetration from 
the caustic. In another case welded nickel tubing after 44 years in an 
evaporator handling caustic at about 194° F. had thinned on the caustic side 
only just appreciably. Galvanic corrosion of cast iron or steel tube sheets 
is likely to result through contact with nickel tubes, the corrosion tending 
to be greater in caustic of higher temperatures and concentrations. Cor- 
rosion rate data in hot caustic are given below: 
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Caustic soda concentrating from 32 to 52%; 54 hours; 196° F.31—8 mg. 
per sq. dm. per day. 
Caustic soda concentrating from 30 to 50%; specimens suspended in liquor 

of the downtake of a single effect caustic evaporator; 179° F.; 380 hours 31— 

.6 mg. per sq. dm. per day. 

Pure concentrated caustic at 200° F.; 20 hours; agitated 22—1 mg. per 

sq. dm. per day. 

Pure concentrated caustic with 0.3% sulfate and 0.3% chloride added, 

and saturated in iron; 20 hours; agitated; 200° F.22—6 mg. per sq. dm. 

per day. 

Aqueous ammonia. Dilute ammonium hydroxide is well resisted by 
nickel, whereas concentrated solutions are likely to be corrosive particularly 
if aerated. The division point between concentrations that are strongly cor- 
rosive to nickel and those against which nickel is relatively passive shifts 
with aeration, iron content of the nickel, and impurities in the ammonia. 


An approximation of rates is given below: 


Nickel vs. Aqueous Ammonia. 


Mg. per sq. 

dm. per day 
Concentrated and aerated solutions ................ 3000 
Dilute solutions..5 #.¢.2k/e i. Le ee 5 


Anhydrous ammonia has no action on nickel. 

The rates in Table 234 were obtained in room temperature tests that 
ran 48 hours following previous 48-hours exposure.!# The solution was 
a one-normal concentration. 


TaBLE 234.—Nickel vs. Aqueous Ammonia. 


Mg. per sq. 
dm. per day 
Total immersion 
Quiet; cr Stinky Salas Meee rece ee 4) 
Ajr-agtiated .o tat. reo ee 2 ate ee 6 
Alternate immersion 
Cohtinudus i.e teeta. eee 17 
Intermittent «7/2. 47, 0. ee ea oe a ee 25 
spray (4 toss0.days)i.0on ee ee <fuk 


__ These rates and those in Table 235 illustrate the good resistance of nickel 
in the lower concentration range of solution. The data in Table 235 were 
obtained in a 10% solution over a 50-hour test period.25 


TABLE 235.—WNickel vs. 10% Aqueous Ammonia. 


Mg. per sq. 

dm. per da 
Unaerated snc, ee dane eee ee 1 8 * 
Acratede-t7,0:0 sacar neo eae ee a2 


In contrast with the negligible action represented in the data in Table 
235, the high rates in Table 236 are typical of the greater concentration 
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range of solution. These tests were made in highly agitated ammonium 
hydroxide at room temperature, over a 20-hour period.” 


TABLE 236.—Nickel vs. Aqueous Ammonia. 


Cone. Mg. per sq. 

% Ammonia ane ai ia 
1.1 0 
12.9 3,500 
20.2 2,300 
27.1 1,100 


Under quiet exposure conditions, in 6-hour tests, the rates in Table 
237 were obtained.”” 


TABLE 237.—Nickel vs. Aqueous Ammonia. 


Cone. Mg. per sq. 

% Ammonia dm. per day 
12 445 
28 210 


SALT SOLUTIONS 


Non-oxidizing salt solutions.1*: 1% 2° 22, 25. 42,48 Nickel has a high 
degree of resistance against solutions of the alkaline and alkaline earth 
and related salts, such as the chlorides, carbonates, sulfates, nitrates of 
sodium, calcium, zinc. At times in wet and dry exposure, action though 
slight results in accumulations of thin green corrosion products and, very 
rarely, in fine pitting. 

An approximation of rates is as follows: 


Mg. per sq. 
dm. per day 
Cold, quiet exposure, of all solutions of this type.....--.... <1 
Cold and hot, and moderately aerated, agitated, all salts.. <1-10 
Cold, strongly aerated and agitated, chloride brines....... 10-30 


The rates in Table 238 for nickel are typical of action of this group of 
salts in solution. The tests 1 were made at room temperature, and ran 48 
hours following a previous 48-hours exposure. 


TABLE 238.—Nickel vs. Salt Solutions. 
Mg. per sq. dm. per day 


1N 1N 
Sodium Potassium 
Chloride dichromate 
Total immersion 
nee i ero haw ne ree Soe tn 1.9 ie 
Air-agitated .....---+s--seseeeereee iv 6 
Alternate immersion 
Continuous ....---+-eseeeeeere reer OMS E 0 
Intermittent ......-:-+eee eee eects 4.4 ri 
Spray (4 to 30 days) ..------+eeseeee ee ray vk 


a 
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Oxidizing salt solutions—acid.. Solutions of salts of the heavy metals, 
like ferric chloride, mercuric chloride, copper chloride, stannic chloride and 
silver nitrate are acid in character and strongly oxidizing in relation to 
nickel. As a result the action of these on nickel is moderate to strong, and 
generally speaking, other metals or substances than nickel are more suitable 
for handling them. In some cases—copper salts and silver salts—the heavy 
metal plates on the nickel in an uneven layer that results in pitting attack. 
In the case of stannic and ferric salts, action is inclined to be very rapid. 


Corrosion rates for this group range around 60 to 300 mg. per sq. dm. 
per day, sometimes higher, with the added danger of pitting. 


Oxidizing salt solutions—alkaline. Hypochlorite solutions, except in 
very dilute concentrations, are corrosive to nickel. The more concentrated 
solutions—above about 0.3% available chlorine (3 grams per liter )—cor- 
rode with rapid pitting, and in the case of more dilute solutions it is better 
not to use nickel where continuous exposure is required. 


Sulfidizing salt solutions, Solutions of sodium sulfide react with 
nickel to form a black sulfide layer on the metal. This film tends both to 
prevent general corrosion and to set up pitting action. Submerged in 1.5% 
sodium sulfide carrying 0.1% sodium carbonate, aerated with hydrogen 
sulfide, at 147° F., nickel was corroded at a rate of 54 mg. per sq. dm. per 
day. Specimens exposed in the vapors of moisture, air, hydrogen sulfide 
at 150° F. were attacked at a rate of 160 mg. per sq. dm. per day. At 
105° F. the rate was 23 mg. per sq. dm. per day.” . 


ATMOSPHERE 


Nickel plate and, to a less extent, solid nickel are commonly used for 
appearance in atmospheric exposure. Indoors the tendency for the metal 
to tarnish or acquire a film is slight, less so than in the case of copper and 
brass and in many cases silver, but more so than with chromium-plate ; with 
more or less regular cleaning good appearance may be maintained. In 
outdoor exposure nickel becomes much more rapidly dulled and tends to © 
acquire a superficial loosely adherent greenish to white corrosion product. 
The actual penetration rate is low in non-industrial atmospheres, some- 
what greater in atmospheres carrying sulfur in. relatively large quantities. 
Based on the evidence’ of Hudson’s tests 19 covering exposure of a year, 
the resistance of nickel to actual penetration is not unlike that of copper 
in rural and sea-coast atmospheres, somewhat less than that of copper in 
urban atmospheres. 


Vernon 53 has said, after a great deal of investigation: “The behavior 
of nickel, on exposure to the atmosphere, is sharply differentiated from that 


— 
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of the other metals in common use. We are all familiar with the character- 
SOC creamy film which sooner or later makes its appearance on articles of 
nickel or nickel-plate. In the early stages the film can be removed quite 
easily, merely by wiping with a cloth; very soon, however, more vigorous 
treatment is needed in order to effect its removal, and at a later stage the 
film cannot be removed at all without abrading the underlying metal. The 
phenomenon is quite distinct from tarnishing, as hitherto understood: for 
convenience we may refer to it as “filming” or “fogging.” The effect is 
undoubtedly the more pernicious one, since it quickly detracts from the 
brilliant luster, which, together with its hardness and durability, renders 
nickel so valuable as a protective and decorative covering. There can be 
little doubt, indeed, that in the absence of this defect the need for more 
troublesome and more expensive chromium plate would not have arisen. 
What happens at first is apparently a physical condensation on the metal 
surface, followed by a chemical reaction between the deposited film and the 
underlying metal. We know that atmospheric humidity plays an important 
part in the initial condensation, for if the temperature is maintained suff- 
ciently above the dew-point the metal remains bright indefinitely, even 
though other factors are favorable; on the other hand it is not necessary 
for the dew-point to be reached, and indeed filming may occur when the 
content of water vapor in the atmosphere is only some 70% of that required 
for saturation. There are also good reasons for believing that sulfur com- 
pounds again play an essential part: not sulfides, however, as in tarnishing 
(i. e. H,S or compounds which give a similar chemical reaction) but oxides 
(i. e. SO, and SO,). Thus analysis of the film after prolonged exposure 
shows that it consists essentially of basic sulfate, in contrast with the 
oxysulfide which constitutes the tarnish * films previously considered. It 
is of interest to note, moreover, that whereas a relatively high humidity is 
necessary for fogging, tarnishing proceeds most rapidly when the relative 
humidity is low.” 

Vernon also has called attention to the possibilities of lacquers, vaseline 
and lanoline as preventives of filming. 

In exposure tests lasting a year, Hudson !? obtained the penetration 
rates in Table 239 for nickel exposed a year in various atmospheres, deriving 
the rates from three different criteria of behavior. The fact that the 
electrical resistance method yielded the greatest penetration rates suggests 
that attack was not entirely a smooth one. The most important fact these 
results bring out is the low order of attack by the various atmospheres. The 
greater corrosiveness of the urban atmosphere is obvious. Specimens 
giving the loss-in-weight and change in resistance data were exposed freely 
to the wash of rain, the weight-increment specimens were protected. 


*The tarnish referred to is characteristic of copper -and copper alloys. 
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TABLE 239.—Nickel vs. Atmosphere. 
Mg. per sq. dm. per day 


Weight Elect. Loss in 
Atmosphere Increment Resistance Weight 
Method Method Method 
Rural syet aa ie fae ee 4 1.0 3 
Subtirbar <7. chara ete 6 sev 4 6 
Mild industrial’ oon, 5.2: 1.4 3.5 1.36 
Urbati tie cc.) veces 1 f 1.42 
Marine *.2 Cameo, 9 2.0 . 


The deliquescence of corrosion products is a factor in the resistance of 
metals in the atmosphere. Hudson found that the corrosion product that 
developed on nickel, in exposure to an urban atmosphere though protected 
from the wash of rain, was more markedly deliquéscent than that developed 
on aluminum, copper, or iron. Hudson has stated “materials that form very 
deliquescent corrosion products will, in general, tend to suffer more cor- 
rosion than those that do not.” 

Nickel window screen exposed 2? to the weather and sun for 18 months 
on the New Jersey seacoast acquired a dull brown, thin, hard, finely granular 
product; beneath this the metal was “frosted” with no evidence of pitting 
or increased attack at intersections. In contrast, nickel screen exposed in 
Pittsburgh rapidly darkened and after the first rain a slight scattered 
deposit of green crystals appeared. By the end of somewhat over a year 
the metal was uniformly pitted to a depth of .002 inch, which corresponds 
to a maximum corrosion rate of 12 mg. per sq. dm. per day in the pits. 


WATERS 


In exposure to natural waters, sea water, distilled water, etc., the attack 
on nickel is for the most part slight or non-existent. When constantly 
immersed in waters, nickel remains bright and clean; in wet and dry 
exposure, particularly if the salt content of the water is relatively high (sea 
water) and in humid atmosphere green salts in time are likely to accumulate, 
absorb moisture and tend to produce localized corrosion. 


Contamination from metal absorption.is the important point when con- 
sidering distilled water. Calculations from analyses of water drawn from a 
small size laboratory nickel storage tank showed the water to absorb on the 
order of 0.01 parts nickel per million, based on the assumption that the 
water is entirely renewed every two days. The absorption rate was 
determined to be .006 mg. per sq. dm. per day; subsequent tests with the 
same apparatus gave even lower rates than this.22 

Some experience with condenser tubes has indicated that pure nickel 
tubes are not so satisfactory for turbine condenser installations handling sea 
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water velocities on the order of 8 ft. per sec. as might be expected from the 
properties of high nickel-copper alloys. The drawback of nickel in this 
service lies in its tendency to pit, the pitting originating mostly in metal- 
lurgically defective fissured areas in the surface of the tube, but in cases also 
where defects are not recognizable. 

Exposed 4 years in the sea water of Bristol (England) Channel at such 
a location that the metal was submerged 93% of the time, a bar of nickel 
was corroded at the rate of 1.9 mg. per sq. dm. per day. Incipient, very 
fine pitting of the surface had taken place over the 4-year period.’ 

The action on nickel of waters saturated with carbon dioxide is inclined 
to be much more corrosive than ordinary waters, although strangely enough 
passivity at times has been observed. Nickel wires exposed to tap water 
and distilled water, respectively, saturated with a mixture of carbon dioxide 
and oxygen for successive 20-hour periods without intermediate removal 
of the corrosion product gave the rates in Table 240.?? 


TABLE 240.—Nickel vs. Gas Saturated Water. 
Mg. per sq. dm. per day 


_Period Gas saturated Gas saturated 
in hours tap water distilled water 
0- 20 27.8 “lea 
20- 40 16.3 49 
40- 60 + 3.3 
60- 80 39.2 + 
80-100 68.7 0.0 
100-120 94.8 0.0 


The extreme variability of rates is notable. Other tests were made, 
with weighing at the end of each 20-hour period, in distilled water saturated . 
with air and carbon dioxide. In one series specimens were cleaned at the 
end of each series, in the other specimens were not cleaned. Here again 
rates were variable. (See Table 241.) 


TasLe 241.—Nickel vs. Gas Saturated Water. 
Mg. per sq. dm. per day 


Period in 
hours Product undisturbed Product removed 
0- 20 40.7 Boks 
20- 40 76.5 45.3 
40- 60 74.8 thls 
60- 80 85.5 120.3 
80-100 212.6 128.5 


Thus waters saturated with both carbon dioxide and air, an unusual set 
of conditions, are strongly corrosive. Ordinary carbonated water on the 
other hand is only faintly corrosive; a nickel-lined carbonator was filled 
with carbonated water and allowed to stand 10 days at room temperature 
under pressure of 200 Ibs. per sq. in., with a resulting corrosion rate of 1.2 


mg. per sq. dm. per day.” 


ae ss 
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STEAM 


Steam is very slow, often undeterminably slow, in its attack on nickel. 
Turbine blading of nickel is used in handling wet and dry steam, usually at 
high rates of movement, and at various temperatures and pressures. Steam- 
heating coils of nickel are in common use. It has been pointed out ** that 
impurities, notably carbon dioxide, may be present in steam and may result 
in appreciable corrosion on the steam side; ‘‘there is evidence that a small 
amount of corrosion may occur on nickel evaporators (caustic) from the 
steam, or rather from impurities in it..... In one case a penetration 
of 0:025 mm, in two years has been noted, and in another, a penetration 
of 0.23 mm. in 43 years (12 mg. per sq. dm. per day). The latter was a 
welded tube and there was rather serious corrosion at weak points of the 
weld.” In another case * an average corrosion rate of 6 mg. per sq. dm. per 
day was observed in the case of nickel evaporator tubing handling steam at 
284° F. and 90 to 135 Ibs. pressure. 

In steam in the range of temperature above 800° F. an embrittling 
action on nickel has been observed.® In one case, during a 22-day period 
in superheated steam at 850° F., .035 inch nickel sheet was almost com- 
pletely penetrated by this action. On the other hand delicate microscopic 
examination failed to reveal signs of embrittlement of nickel exposed 7 days 
at 760° to 780° F.?2 


Foop Propucts 


Nickel is extensively used for food-processing and food-handling equip- 
ment, since its corrosion resistance is high and the nickel salts absorbed by 
the foodstuffs are physiologically harmless. Dairy equipment, processing 
kettles, kitchen utensils and kettles, heating coils and fittings are common 
examples of nickel construction. Exposure to some products leads to dis- 
coloration of the metal and discoloration of the food. The latter may be 
unsightly but does not signify toxic contamination nor serious corrosion; 
it occurs characteristically in the cooking of cereals and grain foods if 
the time of contact is sufficiently long—e, g. 8 hours and longer. 

Physiological effect. Nickel is classed as one of the non-toxic metals. 
The metal is a normal constituent of many raw foods and investigations 
have led to the conclusion that the metal absorbed by foodstuffs prepared 
in nickel equipment is harmless.” 12: 82 After a careful review of existing 
data on the question of possible toxicity of nickel compounds, and investiga- 
tions of their own, Drinker and co-workers? have stated “the authors are 
consequently in agreement with the large group of foreign investigators 
who have found that the preparation of food in nickel utensils is entirely 
safe.” There is in the conclusions of Bertrand2 a suggestion that nickel 
may have a beneficial physiological function. 


—— 
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Fruit and vegetable juices. Fruit and vegetable juices,? ® 2% ®° acid 
in character, are ordinarily weaker in corrosive action on nickel than the 
corresponding concentration of pure acid. These juices are often handled 
by nickel. Aeration and elevated temperatures normally are accelerating 
factors, as in the case of the acids. In considering the suitability of nickel 
from the standpoint of change in the taste or appearance of the juice, it 
is well to keep in mind the relation between exposed metal area and the 
volume of solution, and also the expected time of contact between solution 
and metal. With a given product a large nickel container may be suitable 
where a small one is not; and continuous exposure of a few hours only 
may be permissible where storage for several days may not. Boiling 
fruit juices give corrosion rates of about 50 to 100 mg. per sq. dm. per day ; 
rates in cold acid products range around 10 to 50 mg. per sq. dm. per day, 

' with aeration somewhat accelerating. 

For purposes of illustration several sets of data will be recorded here. 
Foodstuffs held at room temperature for 30 days gave the rates in Table 
242 with nickel.® 


TABLE 242.—Nickel vs. Foodstuffs. 


Mg. per sq. 
dm. per day 
ear DOTIAeS ©). oka seeae Oks stewee tegen she see aens 2 
Rime ET ORM ge aye oh oR pben bnjy es we Oy ees Sk 
(ams Mery fe Sisk tae Fen hen awe he ea 06-1 
Currant juice 0.0... 650s ence cece nee cnewenes 7 
TT OTAGO MUICE nc ron ike. o te opens win BM, * eters ene dee 17 
SIAC alia kin cele Ka 5 Ae tame RA ne aes eon Ses 1 
TG RAL Gey ca cece he hice ten sos Poke ese nee ee 


White grape juice with a 45% tartaric acid content gave the rates 
in Table 243 in 24 hours exposure.*° 


TABLE 243.—Nickel vs. Grape Juice. 
Mg. per sq. dm. per day 


Unaerated Aerated 
Room temperature .....---++seseeeeres 63 78 
Pecnlarie Gis ret oie Be Bs cov nine hm rte ¥ on 190 62 


Twenty-four-hour tests in other acid products at boiling temperature gave 
the results in Table 244. 


Tape 244.—Nickel vs. Juices. 


Mg. per sq. 

dm. per day 
Tomato juice (.48% citric) ...--+--eeereee reer 4 
Apple juice (.28% PAGNICY Aaa ope Nr wee eee ee 


Lemon juice (5.2% Citric) ....seeeee eer en eee etbeees 
Red grape juice (.75% tartaric) .....++eree seers 44 
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Nickel in quiet exposure in acid products held just below the boiling 
point gave the results in Table 245.8 


TABLE 245.—WNickel vs. Juices. 


Mg. per sq. 

dm. per day 
Tomato :Juticewasct.2y say sen ee ee 14 
Cranberry ‘juices, 7... 4. <b eee eee 50 
Currant! pulp S30 2555. acta 51 
Raspberry/syrupie2:..: J:... sea see ee 32 


Milk. Nickel is widely used for milk-handling equipment. It is 
possible from the data available 1% 21, 32, 41,51 to outline fairly specifically 
the factors affecting the behavior of nickel. The amounts of metal dis- 
solved, from properly used nickel apparatus, by sweet milk are too small 
to have harmful physiological influence on the consumers of dairy products, 
and the quality of the products is not affected injuriously. In commercial 
pasteurization and storage of sweet milk in nickel equipment a possible 
maximum of 12 parts per million of nickel is absorbed. This value is greater 
than has actually been found in sweet milk that has been processed almost 
entirely in nickel apparatus 32—1.0 to 1.5 parts per million. Absorption 
quantities for buttermilk are somewhat higher. 

At room temperatures and lower the corrosion rate of nickel in milk is 
low. In milk held at pasteurizing temperature or in milk being heated to 
pasteurizing temperature rates are likewise low. Under either of these 
latter temperature conditions a protective film is developed, aeration and 
flow both favoring its formation. On the other hand when milk is cooling 
from pasteurizing temperature the rates are relatively high; under cooling 
conditions in the temperature range of about 65-145° F. the action is 
too great to make the use of nickel feasible. As cooling progresses below 
this temperature range the action becomes less and less, at bottling tempera- 
ture being negligible. An approximation of test results is given in 
Table 246, 


TABLE 246.—Nickel vs. Milk. 


Mg. per sq. 
dm. per day 
Room and storage Leni DeLaturens te eee ped nine a yy ote et 0- 15 
Heating and pasteurizing temperature .................... 0-~ 50 
Holding at pasteurizing temperature ..................... 48- 80 
Cooling through range of 145 to 65° F . depending on rate 
of flow and aeration, both of which tend to accelerate 
NRT OSIOISG fas matiele wt vy ais weal Oe CCR LE ee ner ee 1200-100 
Cooling through range of 65 to 40° F.......... 7777" . 100- 0 


H1GH-TEMPERATURE ATMOSPHERES 


Nickel is in a sense a high-temperature metal.® It has not the resistance 
of the nickel-chromium, chromium-nickel-iron and chromium-iron alloys in 
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the high temperature range, yet is much better in oxidation resistance than 
ordinary steels and any of the copper alloys. The presence of sulfur in hot 
atmospheres is very harmful to nickel, resulting in intergranular deteriora- 
tion; sulfur compounds in a reducing atmosphere are even more reactive in 
this respect and active at lower temperatures than in an oxidizing 
atmosphere. 


Oxidizing atmosphere. Nickel acquires in oxidizing atmospheres at 
elevated temperatures a tightly adherent brown coating of oxide, the thick- 
ness of which is dependent on the time and temperature of exposure and 
particularly on the protection the oxide affords against progressive oxida- 
tion. The minimum temperature at which the oxide begins to be visible 
is somewhere in the neighborhood of 600° F. The coating developed in 
lower ranges of heat seems to be protective, in the sense that progressive 
attack, or scaling, is either entirely prevented or is retarded sufficiently that 
for commercial purposes the metal may be employed up to temperatures of 
1500° to 1600° F. for indefinite periods without rapid deterioration. Above 
this general range the oxide is likely to scale off and attack to be relatively 
rapid, though there are cases where nickel trays have been used with 
satisfaction for a great many hours to hold high speed tools during heat 
treating at temperatures up to 2250° F. Such trays are required only to 
remain capable of holding the tools, and surface deterioration and checking 
are not per se harmful. 

In Figure 55 are shown oxidation rates of nickel at different tempera- 
tures based on a one-hour exposure period.®? 
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The rate of oxidation is governed by the diffusion rate of oxygen dis- 
solved in the oxide scale ;3* *° the square of the amount of oxidation 1s pro- 
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portional to the time of exposure. Thus the rates given in the diagram are 
not constant rates but merely the average rate in the first hour of exposure. 

Poste *#° found an oxidation rate of 1800 mg. per sq. dm. per day for 
nickel heated in the atmosphere of a reasonably tight muffle at 1700° to 
1800° F.; during the 215-hour exposure the metal was withdrawn several 
times, cooled and pounded lightly with a hammer. These conditions favored 
ahigh rate. Hatfield 1® has recorded the gain in weight of nickel in 24-hours 
exposure in complex gases at 1650° F. The data are given in Tables 247 
and 248. 


TABLE 247.—Content of Gas—Per Cent. 


mplex Unenclosed 
Content of Gas—Per Cent oe Gas Muffle 
Nitrogén-).-:crsbint. coed cee 73 67.7 
Oxygen so set a eo ee ae ee S 1.34 
Carhon® dioxide.-..},,. f2wes oe ea ee 12 4.75 
Carbom. monoxilé.:7s. 34a ah ee 5.10 
Steanys) y<.cnet fick oe toes ony See ee 10 21.10 
Sulfur didxide vane: oaa eee ee eee 05 003 


TaBLe 248.—Nickel vs. Gases at 1650° F—Weight Increase. 


Mg. per sq. 

dm. per day 
Complex. gas... cased se oh eee ee 520 
Mutle, gas* 2. oiss4 eat. oe necee, Uk eee 1680 


Assuming the weight of metal oxidized to be approximately twice the 
weight of oxygen in the oxide—which ‘for rough purposes is reasonably 
accurate—the deterioration rates would be 1000 and 3400 mg. per sq. dm. 
per day respectively. With longer periods of exposure the action would 
undoubtedly have been less, in view of the fact that the oxide becomes 
increasingly protective as it thickens. 

Still further rates are given below.22. The nickel: was exposed 15 days 
in a resistance furnace to an air current during the day and quiet furnace 


atmosphere at night : ‘ 
oF Mg. per sq. dm. per day 
; Low Manganese Nickel 4% Manganese Nickel 
1470 <74 <74 
1650 74 1200 
1830 6100 1500 


Alternating oxidizing and reducing atmosphere. Under conditions in 
which the furnace atmosphere may alternate to be at one time oxidizing 
and at another reducing, an accelerated type of attack is apt to take place on 
nickel. Whereas the oxide formed by a consistently oxidizing gas is pro- 
tective, this oxide is not stable against a reducing gas. Alternating gas 
conditions therefore result in successive formation and reduction of oxide, 
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and consequent relatively high degree of attack This has been observed 
at 1300° F. and at a temperature as low as 900° F.® 22 


Reducing gases carrying hydrogen and nitrogen. Vanick®? in 
investigating the effect of synthesizing ammonia atmospheres on metals, 
found a nickel tube of .35 inch wall to fail in 11 days by intergranular fis- 
suring at 930° F.; the atmosphere was under 1500 lbs. pressure and the 
metal under 4000 Ibs. per sq. in. initial stress. A nickel rod under similar 
conditions, except that the rod was not under stress, was penetrated through 
its 0.17-inch diameter in 14 days. The gas in each case was a mixture 
of nitrogen, hydrogen, and ammonia. In contact with cracking ammonia at 
930° to 1112° F. nickel suffered severe fissuring. 

_ The use of nickel is common in the construction of nitriding furnaces, 
in which the metal is exposed at temperatures of 900° to 1000° F. The 
resistance of nickel to the ammonia and to the gases resulting from the 
cracking is good, but some doubt exists that nickel is suitable for contact 
with gas that is actually being cracked.3% 34 48, 55 


Sulfidizing gases. The presence of sulfur compounds in high-tem- 
perature atmospheres is extremely detrimental to nickel. This applies to 
oxidizing atmospheres, where the compound may be sulfur dioxide or tri- 
oxide, and particularly to reducing atmospheres where hydrogen sulfide 
or other reduced sulfur compounds may be present. The sulfidizing of 
nickel is in the nature of intercrystalline embrittling. Nickel forms a 
eutectic series of alloys with the nickel sulfide NigS4, the eutectic temperature 
being 1191° F.28 In the heating of nickel for annealing, for subse- 
quent hot-working operations, or in welding, precaution must be taken 
against the presence of sulfur compounds in the heating atmosphere. 
Sulfidization has resulted through the presence of sulfur from other 
sources than the atmosphere itself. Thus the marking of nickel with sul- 
furous chalk has resulted, on subsequent heating, in cracking. Heating 
nickel wire embedded in asbestos or kieselguhr carrying sulfur compounds 
has led to embrittlement. A nickel sheet facing a rubber roll over which 
cellophane passed from a precipitating tank became superficially sulfidized 
by the action of an intermediate compound, a thiocarbonate ; subsequently 
the heat of silver soldering caused intergranular disintegration. Contact, 


therefore, with substances containing sulfur compounds decomposable by 
heat must be avoided. . 

Rates of attack of 30,000 mg. per sq. dm. per day and higher have 
been obtained in reducing gases carrying sulfur compounds at 1200° 
to 1300° F.” 

The action of hydrogen sulfide on nickel is strong even at relatively low 
temperatures. After an hour’s exposure to hydrogen sulfide at (pW eee 
scale of notable thickness could be peeled off.”* 
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In oxidizing gases carrying sulfur (sulfur dioxide) there is panties 
a tendency towards sulfidizing embrittlement. Koster 2% thus found nicke 
sheet annealed one hour in sulfur dioxide at 1100° F. to crack in subsequent 
bending, whereas hydrogen treatment at a higher temperature lef t the metal 
ductile. Hatfield’s tests 18 indicate that the action of sulfur dioxide on 
nickel does not necessarily increase with temperature in a 24-hour exposure 
to the pure gas. (See Table 249. ) 


TABLE 249.—Nickel vs. Hot Sulfur Dioxide. 


Temperature Gain in weight of nickel 
ai. Mg. per sq. dm. per day 
1290 9,200 
1470 36,600 
1650 8,400 
1830 260 


What constitutes an undesirable rate or degree of deterioration from 
high-temperature exposure varies with every application. For instance, 
it may seem surprising that cast nickel rabble shoes are being used satis- 
factorily at 1100° to 1800° F. in the oxidizing and high sulfur atmosphere 
of an ore-roasting furnace.® The life of these shoes runs around nine 
months. Under the partial pressure conditions within these furnaces the 
oxidizing reaction is predominant over the sulfidizing. 


MISCELLANEOUS SUBSTANCES 


Molten metals. Experience with mercury has indicated that the 
tendency of nickel surfaces to amalgamate is very slight and usually absent 
at ordinary temperature. At 700°.10 800° F. amalgamation is pronounced. 
Like other metals, nickel for use with mercury should be in the annealed 
condition in order to avoid embrittling penetration. 

With the exception of mercury the low melting point metals attack 
nickel more or less rapidly. Thus molten tin, lead, aluminum, zinc are 
moderately to strongly dstructive. Nickel tubing has been eaten away 
quickly by molten tin at 450° to 500° F. Nickel immersed 14 days in molten 
lead was strongly corroded at the “water-line.” Nickel dipped for 24 
hours in molten zinc at 820° to 960° F. was corroded at an average rate of 
1200 mg. per sq. dm. per day.*2 


Fused compounds. Nickel is widely used in handling caustic fusions, 
particularly in laboratory work.?: 54 The use of nickel caustic pots is not 
practical if the caustic carries sulfur, the latter causing rapid attack. Muehl- 
berg *° considers fusion of ferro-silicon, chrome ore and other difficultly 
fusible substances, with sodium peroxide to be sound if the nickel crucible 
rests in water and the mixture, with sugar carbon, ignited directly. 
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Among the fused substances that attack nickel relatively rapidly are sil- 
ver chloride, potassium bisulfate, vanadic oxide, borax, and as a rule cyanide. 


Sulfidizing substances. Reduced sulfur compounds, both inorganic 
and organic, have a relatively strong tendency to react with nickel. Some- 
times the reaction stops after the formation of a tarnish or black coating, 
in other cases pitting goes on beneath such a coating, and still again the 
action is relatively rapid. Molten sulfur eats nickel away with dispatch. 
Some naptha solutions of sulfides—hydrogen sulfide, mercaptan—in dis- 
tilled water tarnished nickel, other substances did not over a 30-day period.°® 
Sulfur-bearing petroleum products at elevated temperatures are corrosive. 
Thus a corrosion rate of 116 mg. per sq. dm. per day resulted from 75-days 
exposure of nickel in the first tower of a crude still.°* At room temperature 
petroleum products carrying sulfur compounds and moisture may cause 
pitting.22 The average rates in Table 250 were obtained on nickel immersed 
in quiet petroleum products for 55 days at room temperature. 


TABLE 250.—Nickel vs Petroleum Products. 


Mg. per sq. dm. per day 


Submerged In Vapors 
(ree light tl Se, sys pi bee wie nS oedin'= pees + + 
Wettral: light (Ot) exaon amin sss «8 ons om 04 04 
MethrapenzGl eens iwe oases woke eee eed. o 26.5 35.6 


The specimens in the crude oil developed black tarnish, those in neutral 
oil were finely pitted, and those in benzol were pitted and attacked in an 
intergranular manner. 


Chlorinated compounds. Chlorinated hydrocarbons are in general 
well resisted by nickel. When hot, and in the presence of moisture, reaction 
rates mdy become moderate to high. Sastry 4® has given the following 
rates for substances with and without seeds. The seeds were typical oil- 
seeds with which these solvents were being used in extracting. The seeds 
were added, for test purposes, since they supplied moisture to the solvent. 
The substances were heated in a reflux condenser for 10 hours. See 


Table 251. 


Taste 251—Nickel vs. Chlorinated Compounds. 
Mg. per sq. dm. per day 


Boiling 
Substance Point ° F. With Seeds Without Seeds 
Carbon tetrachloride .....-. 131 op Zi 
Dichlorethylene .....------ 190 </ ed, 
Trichlorethylene ....------ 250 ih 
Tetrachlorethane ......-+-- 300 58 250 
Pentachlorethane .......--- 318 if, 220 
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The data in Table 252 were obtained on metal exposed to mixtures of 
carbon tetrachloride and water.*4 


TABLE 252.—Nickel vs. Carbon Tetrachloride. 


i Me Mg. per sq. 

Conditions | tp 2a day 
Immersion; 6 mos., room temp. ............-: ne 
Vapors; 100: days: hot 2s .% see eae a 


Other tests °? in hot tetrachloride for 20 hours gave lower rates. (See 
Table 253.) 


TABLE 253.—Nickel vs. Carbon Tetrachloride. 


Conditions Mg. ee dg 
Boiling liquid ............ Abas ai Sona . 
Vapor. and .condensaté-...4...2 ee eee 20.6 
NICKEL 
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Chapter XVIII 
Nickel-Copper Alloys 


The nickel-copper alloys are characterized by good mechanical proper- 
ties, good corrosion resistance and high temperature stability, desirable 
appearance and versatile working properties. Their usefulness lies roughly 
in those engineering and equipment applications in which steels do not 
stand up due to corrosion and in which other non-ferrous metals and alloys, 
cheaper than the nickel-copper group, are deficient in either mechanical 
properties or corrosion resistance. 

The most common of the nickel-copper compositions is the 68% nickel, 
29% copper type, carrying about 3% manganese, iron, etc., as either inciden- 
tal or intended additions. The first of the alloys of this group to carry wide 
commercial significance, Monel metal, was established in composition as the 
existing nickel-copper ratio in certain deposits of ore as taken from the 
ground. This ratio has proved to be a happy one from the standpoint of 
several properties. Due to availability as well as inherent characteristics, 
this type of alloy is widely used. 


Perhaps next in importance is the composition of 40 to 45% nickel 
and 55 to 60% copper. Originally compounded for its high specific electrical 
resistance and low coefficient of electrical resistance, this group is now 
established to some extent in uses where its mechanical properties, cor- 
rosion resistance and appearance are useful. The 30 Ni70 Cu and 20 Ni 
80 Cu alloys, with and without 5% zinc, are used for steam condenser 
tubing handling salt water. Another group, essentially casting alloys, con- 
sists of about 35% nickel with small quantities of minor constituents, and 
the balance copper. A wrought alloy with 29% nickel, 1% tin, and the 
balance copper has properties typical of its nickel-copper ratio with some 
desirable effects from the tin. Finally, alloys with 25 to 5% nickel, balance 
copper, whose outstanding characteristics are ductility and low cost (as 
compared with the higher nickel alloys), are used for bullet envelopes and 
shells, coinage, etc. In strength they are inferior to the higher nickel 
groups. 

Versatile corrosion resistance is the outstanding property and the basis 
for the greafer part of the practical applications of nickel-copper. Among 
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the conditions to which they are normally resistant are non-oxidizing acid, 
caustic, neutral reacting solutions, food products, waters and _ brines, 
ordinary atmospheres, miscellaneous organic substances, and elevated tem- 
peratures in a range somewhat higher than that to which steel and the 
cheaper copper alloys are limited. Their resistance under this variety of 
conditions is in many cases inherently better than that of other metals. 


Conditions where the use of the nickel-copper group becomes impractical, 
due to corrosive action, include oxidizing acid solutions, strong aqueous 
ammonia and powerfully oxidizing alkaline solutions, sulfidizing substances 
at high temperatures, and miscellaneous molten metals, fused salts, etc. 


Composed as they are of copper and nickel—both with definite cor- 
rosion resistance characteristics—it is not strange that these alloys are 
closely similar to copper and nickel in behavior. In many cases the alloys 
exhibit a better resistance than either copper or nickel. 


Of the various nickel-copper compositions, the Monel metal type has 
come to be used more than any other for purposes where chemical resistance 
is the chief consideration, due to availability and physical characteristics as 
well as to superiority in certain types of corrosion resistance. Ordinarily 
the differences in resistance among the alloys of the group are not marked 
and certainly not predictable, variations in relative behavior occurring with 
almost every set of corrosive conditions. For example, with a given solu- 
tion a change in the degree of aeration will tend to change the order of 
resistance among the alloys. 


Two-Metat GALVANIC CoRROSION 2: 5» 11, 82 


In their two-metal galvanic relations, nickel-copper alloys in general 
are strongly cathodic to aluminum and the light alloys ; more mildly cathodic 
to steel, zinc, lead, and tin, and to chromium-iron and chromium-nickel- 
iron in the active condition of these alloys ; and anodic to passive chromium- 
iron and chromium-nickel-iron and to the precious metals. The galvanic 
relationships among metals of the copper and the nickel groups vary with 
different exposure conditions. Generally speaking, however, in neutral and 
acid aqueous conditions—where galvanic corrosion is a concern—nickel 
runs slightly anodic to copper, and the alloys of the two run intermediate. 
Nickel-copper is cathodic to the brasses. 


For purposes of simplification, two-metal galvanic behavior will 
be considered under the headings: tap water, sea water, acid, and caustic. 
It is well to keep clearly in mind that the inherent corrosiveness of the solu- 
tion, conductivity, and ratio of anode to cathode area are closely related to 
the intensity of galvanic acceleration. 


Tap water is characteristically of very low conductivity and, except in the 
case of iron, low in inherent corrosiveness. The coupling of Monel or 
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other nickel-copper alloys with copper, brass, bronze or stainless steel leads 
to no accelerated action. Steel tends to suffer galvanic attack in couple 
with Monel metal, but the degree of acceleration is inappreciable practically, 
unless the area of the Monel metal is very large in relation to the steel. In 
one set of tests a small steel specimen exposed in tap water at 200° F. for 
72 hours, coupled with Monel metal 150 times greater in surface area was 
corroded at a rate of 154 mg. per sq. dm. per day, as compared with 44 mg. 
when uncoupled. In this case the Monel metal was in the form of a small 
cylindrical tank 12 inches in diameter and 22 inches in length. The steel 
specimen was held inside, in from the wall. This was an unusual set-up 
in that the entire cathode area was within a few inches of the anode. 

Soft solder often is unsatisfactory coupled with Monel metal, since the 
solder is definitely anodic and, used as a joint, small in area compared 
with the Monel metal sheet. In tests in the Monel metal tank mentioned 
above, at 200° F., the corrosion rate of solder jumped from 0.5 mg. per sq. 
dm. per day when uncoupled, to 105 mg. when coupled. Here again the 
cathode area was 150 times that of the anode. 

Sea water, having high conductivity, offers galvanic acceleration a much 
better chance to take place. Steel suffers when coupled with Monel metal. 
A steel bolt in a Monel metal sheet goes rapidly in air-saturated sea water. 
When of equal areas, the corrosion rate of steel may double when coupled 
with Monel metal. This is true for a steel and copper couple as well. 

Aluminum, zinc, lead and tin are not useful coupled with Monel metal 
in sea water. 

The polarity in sea water of Monel metal coupled with copper, the 
brasses and the bronzes is not always predictable. In general the brasses 
and copper tend to be anodic, with the bronzes more indeterminate in 
behavior. In general, also, appreciable acceleration is likely only if the 
cathode material is present in large area. Recent tests 3! have shown that 
the coupling of Monel metal with brass leads to severe dezincification of the 
brass. Brass coupled with Monel of four times the brass area was fairly 
rapidly corroded. It is more satisfactory to couple Monel metal with copper 
or bronze. 

Stainless steel is not safely coupled with Monel metal in sea water 
because of the likelihood of pitting of the steel. 

In acids the coupling of metals is more dangerous. It is almost never 
satisfactory to couple steel or iron with Monel metal, the exceptions being 
where the area of Monel metal is small—as in bolt heads—and the steel or 
‘ron section is heavy enough to handle some degree of acceleration. 

Monel metal coupled with copper, copper alloys, or nickel in acid solu- 
tions tends toward galvanic acceleration. Which metal suffers is not usually 
predictable. The degree of galvanic acceleration runs roughly parallel to 
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the ratio of cathode to anode area. Generally speaking nickel will suffer 
in couple with Monel metal, and Monel metal will suffer in couple with 
copper. 

Soft selder is not useful in jointing Monel metal in acid solutions. Dis- 
integration of the solder is rapid. When the solution handled carries sul- 
furic acid lead joints are reasonably satisfactory because of the protective 
lead sulfate coating that develops. Ordinarily for acid work a silver 
soldered joint is the most satisfactory, this remaining cathodic or at least 
sibstantially neutral to the Monel metal. 


AcIps 


The nickel-copper alloys generally speaking have good resistance to non- 
oxidizing acids—sulfuric, hydrochloric, phosphoric, acetic, etc.—and invari- 
ably poor resistance to acids inherently oxidizing—nitric, sulfurous, 
chromic, highly concentrated sulfuric. For handling the latter oxidizing 
group other metals are better suited. In the field of non-oxidizing acids, 
on the other hand, the nickel-copper alloys are among the few of widespread 
applicability, even though ordinarily action is sufficient to be recognizable. 


Non-oxidizing acids—air-free. In the absence of air nickel-copper is 
not attacked, or at least very negligibly attacked, by most of these acids. For 
istance the action of nearly air-free 1 to 35% sulfuric is under 10 m. per sq. 
dm. per day. This is typical of nearly all air-free solutions of the non- 
oxidizing group, with the exception of hydrochloric acid of 20% concentra- 
tion and higher ; in this latter, attack is moderate to strong. 


Non-oxidizing acids—aerated. These acids are corrosive roughly in 
proportion to the rate at which dissolved air reaches the surface. When the 
solution is quietly exposed to the air, the rate is low and consequently 
corrosion rates are low. Rates #1 for a number of acids in tests where the 
specimens were submerged in acids held in stoppered bottles for 20 days 
ranged from 2 to 10 mg. per sq. dm. per day. The air available for cor- 
rosion was that present in the bottles at the beginning of the test. The acids, 
sulfuric, acetic, tartaric, citric, lactic, malic, tannic, varied very little one 
from another in corrosion rates. : 

Acid solutions when quiet yet freely exposed to the air are more cor- 
rosive, since these are continually replenished with dissolved air. Under 
these conditions rates range from 3 to 50 mg. per sq. dm. per day. The 
various acids are very much alike in behavior inasmuch as rates are con- 
trolled largely by rates of oxygen replenishment. Sulfuric and hydro- 
chloric, particularly the latter, are at the higher end of this range of rates. 

When the acids are agitated either by stirring or flow or with gas, so long 
as some part of the solution is exposed freely to the air, the rate of oxygen 
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replenishment is high and corrosion rates go up accordingly. The accelerat- 
ing effect is particularly marked with hydrochloric—raising rates to 500 
mg. per sq. dm. per day or higher—somewhat less so with sulfuric—rates 
of about 200—and still less with acetic and most other acids—rates of 
about 100.. These rates apply to maximum aeration-agitation conditions. 
Most acid-processing solutions are intermediate between quiet and these 
maxima. 

The effect of aeration is shown excellently by the data in Table 254 
for hydrochloric and acetic against Monel metal. The solutions were one 
normal in strength, the temperature 86° F. and the duration 48 hours fol- 
lowing previous exposure of 48 hours. 


TABLE 254.—Monel Metal vs. Acids. 


Corrosion rate—Mg. per sq. dm. per day 


Hydrochloric Acetic 

Total immersion 

Dilet wets eg ol + esas > oe oes 35 15 

Ageeaoitated. 4 snap sais ooo 4 2 oy 520 51 
Alternate immersion 

GontintiousSs eae see Lee eis 92 23 

rite sritten tamere eter ete soc yeiel sce el ester 25 3 
SAL AVE OU AVS} aa deltncta veh tae 6s 5" 18 6 


Curves given later for sulfuric and hydrochloric also illustrate the effect 
of aeration. 


Non-oxidizing acids—effect of temperature. Increasing temperatures 
are almost always accelerating with this group of acids. Solutions at 200° 
to 212° F. are on the order of 5 to 40 times greater in attack than at 
room temperature. 


Effect of metal composition. Against acids the various nickel-copper 
alloys are broadly alike in behavior. Tests in any single set of conditions, 
with the various factors well controlled, will bring out rather wide dif- 
ferences. A comparison is given in Table 255. 

Hydrochloric is seen to be considerably more corrosive than acetic, par- 
ticularly in the case of copper. Especially noticeable is the fact that the 
metals vary in resistance among themselves depending on the exposure 
condition. The tests bear out experience, in that Monel metal is more 
generally serviceable than nickel or copper in both hydrochloric and acetic 


acids. 
Sulfuric acid.*: 8, 12, 17, 25, 30, 32, 47, 48, 52, 57, 58, 66, 71, 74, 78 The behavior 


of Monel metal in sulfuric at room temperature and at elevated tempera- 
tures 7 is given in Figures 56 and 57. These and other data lead to the 
following conclusions : 
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TaBLeE 255.—Nickel-copper Metals vs. Acids. 


Corrcsion rate—mg. per sq. dm. per day 


Nickel % 100 70 45 0 
ete Nickel Monel 45Ni55Cu 29Ni70Cul1 Sn Copper 


Hydrochloric 
Total immersion 
Gniet ees Wee 50 35 30 55 150 
Air-agitated ... 150 520 560 2800 4800 
Alternate immersion 
Continuous .... 250 92 540 480 2790 
Intermittent .... 85 25 40 55 550 
Spray (30 days)... 20 20 40. 40 20 
Acetic 
Total immersion $ 
inet one sees 21 15 12 18 20 
Air-agitated ... 67 51 27 74 106 
Alternate immersion 
Continuous ..... 100 23 15 23 18 
Intermittent .... 111 3 4 2 - 
Spray (30 days)... 40 6 110 104 64 


(1) In concentrations below 85%, sulfuric at room temperature is 
well resisted by Monel metal, particularly if the degree of aeration is 
moderate or low. 


(2) Concentrations above 85% are likely to corrode Monel metal 
with pitting. It is better not to use Monel metal for these concentrated 
solutions. 


(3) Monel metal is used only with caution for strongly aerated hot 
sulfuric. ; 
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Figure 56. Monel Metal vs. Sul- 
furic Acid, Room Temperature, 
Agitated. 
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Figure 57. Monel Metal ys. 6% 
Sulfuric Acid, Agitated. ~ 
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Equipment constructed of Monel metal is widely used in the pickling 
of steel, in which hot 5 to 10% sulfuric is the corroding solution. The 
oxygen content of a pickling solution becomes rather low due to the heat, 
the fact that the pickling reaction uses up oxygen, and the fact that hydro- 
gen evolution tends to “wash” the bath free of dissolved oxygen. Conse- 
quently corrosion rates are low. There is the further condition that Monel 
metal crates, pickle pins, etc. are in galvanic couple with the steel load; 
the Monel metal is cathodic and therefore protected. 


Hydrochloric Acid.® * 20 81, 82, 47, 62, 67, €8, 66, 87,78 Hydrochloric gen- 
erally is more corrosive than sulfuric acid to the nickel-copper alloys. An 
outline of the action on Monel metal is given in Figure 58. In quiet expo- 
sure at room temperature Monel metal may be used up to 15 or 20%. 
When aerated even 0.1 to 1% concentrations may be used only with caution. 
Solutions less concentrated than this ordinarily may be handled safely. 


© 
eo) 
(=) 


Figure 58. Monel Metal vs. 
Hydrochloric Acid at Room 
Temperature. 
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Temperature is very strongly accelerating with hydrochloric. As a rule 
it is better not to use Monel metal with hot acid in concentrations over 0.1 
to 1% without preparing for it with heavier sections of metal. 


Hydrofluoric Acid. Hydrofluoric is less corrosive than hydrochloric, 
and can be handled under most conditions by the nickel-copper alloys. Ina 
4-day test at room temperature, a quiet 48% solution corroded Monel at a 
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rate of 23 mg. per sy. dm. per day.*! At 176° F. in two hours the rate was 
284 mg. per sq. dm. per day. 


Nitric Acid.*: § 12, 25, 47,66 Very dilute solutions of nitric in quiet 
exposure and cold corrode Monel metal at rates of 50 mg. per sq. dm. per 
day, and under. On the basis of these results it would seem safe to use 
Monel metal for concentrations of 1% or under, so long as the acid is cold, 
and not agitated or in flow. Yet other materials have better resistance even 
in this range. Acid of higher concentration or hot acid becomes very 
strongly corrosive. A rate as high at 1,000,000 mg. per sq. dm. per day has 
been observed in 70% acid. 


Chromic Acid. Chromic acid, relatively weak in acid character but 
strong in oxidizing capacity, cannot ordinarily be handled with nickel- 
copper. This applies particularly to chromium-plating baths. For these 
other materials are more useful. 


Sulfurous Acid.* 36 Generally speaking, the nickel-copper alloys are 
not useful with sulfurous acid. The acid is oxidizing in its reaction on metal 
and in addition sulfidizing ; the result is that a layer of metal sulfides builds 
up on the surface of the alloys, and under this rather severe localized cor- 
rosion is likely to take place. Solutions saturated with sulfur dioxide, 
aerated and agitated, give corrosion rates of 600 mg. per sq. dm. per day 
and greater. In moderately dilute solutions corrosion is less, but still is 
severe enough to make the use of the alloys inadvisable. Very dilute solutions 
such as atmospheric moisture carrying dissolved sulfur dioxide will produce 
a dark coat on the alloy but progressive corrosion is only very slow. Under 
these conditions of course nickel-copper is useful. 


Phosphoric Acid.!% 82, 34, 66,69 Phosphoric acid solutions of low aera- 
tion and at ordinary temperatures are well resisted by nickel-copper. Rates 
range down below 40 mg. per sq. dm. per day. Strong aeration increases 


TABLE 256.—M onel Metal vs. Phosphoric Acid. 


Mg. 
Conc. % kad Aeration ae ia 
per day 
Pure“acid’- +cat 85. 203 No 22 
25.5 203 No 25 
25.5 203 Yes 290 
Pure. acid=. ence 50.8 176 Yes 
25.7 176 Yes 430 
10.3 176 Yes 860 
Crude: dilute oy. snus 176 
(Iron—.40%) bos tae 
Crude concent. ...... 176 Yes 610 


(Iron—.73%) 


* Pitted. 
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action, and elevated temperatures are relatively very accelerating. In fact 
these alloys may be used only with caution in hot phosphoric, rates ranging 
up as high as 3,000 mg. per sq. dm. per day. Sometimes hot acid is not 
strongly corrosive, however. (See Table 256). Crude phosphoric acid, 
made by interaction of sulfuric with phosphate rock, carries iron salts and 
consequently is likely to be very corrosive to nickel-copper. 


Hot phosphoric acid solutions have given rates with Monel metal as 
shown in Table 256.34 The duration was 24 hours or longer. 


Acetic Acid.2: & 25, 30, 31, 32, 47, 52, 57, 63, 66 Acetic acid solutions can often 
be handled by nickel-copper. In exposure in quiet solutions at room tem- 
perature rates range around 20 mg. per sq. dm. per day. Fully aerated 
solutions have rates of 50 to 150 mg. per sq. dm. per day. 

The data in Figure 59 define the approximate upper limit of action 
by acetic on Monel metal at room temperature, the tests being made in air- 
saturated, strongly agitated solutions. In all concentrations continuous 


Ficure 59. Air-saturated 
Acetic Acid vs. Monel Metal. 


Mg.per Sq Dm. per Day 








Concentration - percent 


films of corrosion product were formed that varied in rate of growth and 
physical structure with differences in acid concentration. Slight pitting 
took place in some cases.** 

Elevated temperatures have the usual accelerating effect. Typical rates 
in boiling acid (low aeration) are given in Table 25/7, the duration of test 


being 8 hours.** 


TaBLe 257.—M onel Metal vs. Acetic. 


Conc. % Mg. per sq. dm. per day 
10 86 
26 109 
56 136 
90 148 


; On the other hand, rates in hot acid at times have been much lower. 
Specimens exposed to boiling acid (glacial acid with distilled water) in a 
reflux condenser, both submerged and in the vapor space, gave the rates in 


Table 258 in 20 hours. 
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TABLE 258.—Monel Metal vs. Acetic Acid. 
Mg. per sq. dm. per day 


oo Waser Liquid 
5 R* 74 

98 98 11 

99.9 12* 37 


* Slight cement copper. 


The effect of aeration is coveréd by the data on page 385. 


Other organic acids.}: 14; 30. 32,56 This group, including tartaric, malic, 
citric, formic, lactic, oxalic are rather similar in their corrosive effect. Quiet 
unaerated solutions give rates of 5 to 50 mg. per sq. dm. per day; at boiling 
temperatures rates increase perhaps several fold. Fully aerated solutions 
of these acids at room temperature range around 100 mg. per sq. dm. per 
day, which is within the ordinary limits of acceptable behavior. . 

Tests in these acids, each of 30% concentration, gave the results listed 
in Table 259. The tests were run for 11 days under simple immersion 
conditions.*4 


TABLE 259.—Monel Metal vs. Organic Acids. 
Mg. per sq. dm. per day 


Acid ; Room Temp. 140° F. 
Dartanice at cco see eee 7 BT 
Oxalietc oo. ca Bins eee eee 45 50 
Citric® 252% ce ee 8 42 
Formac! 5 002, onc. eee ee 24 142 


The action of aerated acid is indicated by the data in Table 260 on 1% 
lactic. The solution was freely exposed to the air and at the same time 
constantly agitated. . 


TABLE 260.—Monel Metal vs. Lactic Acid. 


°F; Mg. per sq. dm. per day 
38-50 58 
145 180 


Fatty acids—stearic, oleic.*: 47 The ‘fatty acids are inherently much 
less corrosive than acids like sulfuric and acetic. Plant tests *1 have indi- 
cated good resistance. Specimens of Monel metal exposed at the surface 
and below the surface, respectively, of a boiling mixture of raw grease, 
sulfobenzene, stearic acid, dilute sulfuric and water gave rates as follows: 


Submerged S3\ days. a0 eee 15.6 mg. per sq. dm. per da 
Half submerged 69 days AO eee 15.8 mg. per sq. dm. ek en 


A batch was run through every 36 hours. 
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Even at high temperature Monel metal has good resistance to fatty 
acids. Exposed at 440° F. in a batch still handling a crude split stearic- 
oleic mixture, for three weeks, the rates were as follows :31 


SLATE pas Fok, ee (a el 23.6 mg. per sq. dm. per day 

DAV DOL MT mera een ek en re oe 15.3 mg. per sq. dm. per day 

In another test *4 in a saponifier, specimens were suspended for three 
months in a mixture of fatty, sulfuric, aromatic, sulfonic acids, and water, 
with constant agitation of live steam. Part of the time the specimens were 
submerged and part held at the mixture level. The rate for Monel metal 
was 69 mg. per sq. dm. per day. 

Still further tests resulted in a corrosion rate for Monel metal of 9.3 
mg. per sq. dm. per day, exposed 16 hours at 203° F. in a dry stearic-oleic 
mixture.*+ 


Oxidizers in acid solutions. Acid solutions of the non-oxidizing type 
like sulfuric, sometimes carry iron, copper or other oxidizer that makes 
the solution more corrosive than normally. Thus acid mine waters *% 7 
often carry as high as 0.1% sulfuric acid, 0.01% or higher ferric iron. 
Such a combination is too corrosive to make nickel-copper a useful handling 
material. A water, in constant flow with 0.2% sulfuric acid and 0.085% fer- 
ric iron, corroded Monel metal at a rate of 672 mg. per sq. dm. per day.7? On 
the other hand acid mine waters carrying less sulfuric and iron may not be 
seriously corrosive. Thus with 0.04% sulfuric acid and 0.014% ferric iron 
the rate with Monel metal was only 86 mg. per sq. dm. per day. 

Copper in acid solutions is another accelerator, if present in sufficient 
quantity. Thus a 6% sulfuric solution with 0.5% added copper sulfate 
corroded Monel metal at a rate of 2,230 mg. per sq. dm. per day. The acid 
was at 180° F., the duration four hours, and the solution agitated.** 

Hydrogen peroxide is still another oxidizer. Nickel-copper in an acid 
solution to which peroxide is added is strongly attacked. 


Sulfides in acid solutions (see also Sulfurous acid). Soluble sulfides 
in acid solutions react with nickel-copper to form a black metal sulfide 
layer on the metal. ‘Tt is common for pitting to go on beneath this coating. 
Slight pitting had taken place on Monel metal in 6-days exposure in an 


agitated solution carrying suspended sulfur, at 200° Pet 
In another test, of 6 hours duration, Monel metal was corroded at an 


average rate of 170 mg. per sq. dm. per day, exposed to boiling watér 
through which hydrogen sulfide was bubbling.*” 


ALKALINE SOLUTIONS 


Caustic solutions.®: ®: 2% 47, 59 59, 63.72, The nickel-copper alloys are 
almost absolutely resistant to caustic alkaline solutions—sodium and potas- 
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sium hydroxides. Corrosion rates seldom rise above 6 mg. per sq. dm. per’ 
day, even at elevated temperatures; under most conditions of exposure in 
all concentrations of caustic the rates are considerably under this figure. 
Aeration in the case of caustic is not an appreciable accelerating condition. 

An excellent set of data covering the action of dilute (1 normal solu- 
tion) sodium hydroxide is given in Table 261.* The rates apply to a period 
of 48 hours following 48 hours previous exposure, and the temperature 
was 86° F. The spray tests were made at room temperature, and lasted 
30 days. 

TABLE 261.—Nickel-copper Metals vs. Caustic Solution. 
Corrosion rate—Mg. per sq. dm. per day 


Nickel % 100 70 45 29 0 
- Nickel Monel 45 Ni55Cu 29Ni70Cu1Sn Copper 


Total immersion 


Claiet eek, wit. nara we 3 1 5 fe 14 

Air-agitated ..... 3 1.3 6 a 29 
Alternate immersion 

Continuous ...... a 4 4 9 14 

Intermittent ..... , 5 9 4 5 2 
Spray (30 days)..... 3 2H <el fiat Ptr ate | 


Hot concentrated caustic has negligible action only on Monel metal, 
rates in several tests (30 to 50% solutions) ranging under 4 mg. per sq. 
dm. per day. As an example, specimens exposed for 380 to 384 hours 
in a single effect evaporator, concentrating caustic soda from 30 to 50%, 
at 179° F., were corroded as follows: | 


Morel ‘imetal "7-222. caak cn acs tee eee 1.2 mg. per sq. dm. per day 

Ambrac (20% nickel) in. 232 eee 3.1 mg. per sq. dm. per day 

Even much higher temperatures and concentrations are not corrosive. 
Thus, in 6-hour exposure in caustic concentrating over a temperature range 
of 320° to 752° F. in a vacuum evaporator, the rates in Table 262 were 
obtained. The caustic soda originally contained 850 grams per liter sodium 
hydroxide and sodium carbonate. The potash solutions originally carried 
950 grams per liter potassium hydroxide.°® 


TABLE 262.—Nickel-copper Metals vs. Caustic Solutions. 


Corrosion Rate—Mg. per sq. dm. per day 


Caustic Soda Caustic Potash 
Moatiel\ tnetal’y S55. 2 tceee ee eee eee 0 0.4 
Copper-nickel (80/20) ....%.........4. 0.1 0.5 


Ammonia solutions. 47:63 Aqueous ammonia involves a problem 
quite unlike that of caustic solutions. In dilute solutions the action is low 
to negligible, in concentrated solutions likely to be very strong. Ammonium 
hydroxide is notoriously corrosive to copper and in its higher concentra- 
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tions attacks nickel fairly rapidly. Yet dilute solutions are not corrosive 
to the nickel-copper alloys, as indicated by the rates listed in Table 263 
for 1 normal solutions.** The duration was 48 hours following a previous 
48-hours exposure and the temperature 86° F.; the spray test was run for 
30 days at room temperature. 


TABLE 263.—Nickel-copper Metals vs. Aqueous Ammonia. 
Corrosion rate—Mg. per sq. dm. per day 
Nickel % 100 70 45 29 0 


Nickel Monel 45 Ni55Cu 29Ni70CulSn Copper 
Total immersion 


Quiet ssesee erence 1 5 tL 163 197 

Air-agitated ..... 1 4 8) 1.7 574 
Alternate immersion 

Continuous aa 4" 185 1.8 9 263 

Intermittent ...... 1.8 2.6 165; 2.5 55 
Spray) (oUedays iss. 2 <3 al on 6 42. 


In stronger concentrations—from about 10% up—corrosion rates for 
Monel metal are on the order of 50 mg. per sq. dm. per day for quiet expo- 
sure, and 1000 to 2000 mg. per sq. dm. per day for strongly aerated and 
agitated exposure. The presence of chlorides seems to lower the concen- 
tration at which corrosion becomes rapid. 


SALT SOLUTIONS 


In the case of aqueous solutions of salts,” 5? 35) 47, 52, 58, 61, 6, 6 those 


reacting in the neutral range—e.g. sodium chloride—have negligible to no 
action; those reacting alkaline—e. g. sodium carbonate—have negligible to 
no action with the exception that alkaline hypochlorite, cyanide, and sulfide 
solutions are at times seriously corrosive; those reacting acid—e. g. 
aluminum sulfate—have mild to negligible action, with the exception that 
solutions of oxidizing salts like ferric and mercuric chloride have mild to 
strong action. Aeration is not an appreciably accelerating factor with neutral 
and alkaline salt solutions, yet with acid salt solutions is strongly accelerating. 


Neutral salts. The rates in Table 264% give a good indication of 
behavior in neutral salt solutions—normal solutions of sodium chloride and 
potassium dichromate. The tests were made at 86° F., over a period of 
48 hours following 48-hours previous exposure, with the exception that 
the spray test was run 30 days at room temperature. Rates of around 1 mg. 
per sq. dm. per day are of course practically inconsequential. These rates 
are typical of salts like magnesium chloride, sodium sulfate, potassium 


chloride, calcium chloride. 
The linings of salt driers and miscellaneous other equipment handling 


wet salt and salt brines are often constructed of Monel metal. 


VSS See 
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TABLE 264.—Nickel-copper Metals vs. Salt Solutions. 
Corrosion rate—Mg. per sq. dm. per day ; 
Nickel % 100 70 45 29 
Nickel Monel 45Ni55Cu 29Ni70CulSn Copper 


Sodium chloride 
Total immersion 


2 45 
Quiet or isssee aie 12 1 1.5 
Air-agitated ..... 13 7 5 3.6 36 
Alternate immersion 
Continuous ...... 2.2 8 1 a 5 : 
Intermittent ...... 5 1 3. ‘ . 
Spray (30 days)..... wa + 4 A 2. 
Potassium dichromate 
Total immersion E ; 
Outlet. ters eta 2.4 aS A : H 
Air-agitated ..... 2 aS oS a : 
Alternate immersion 
Continnotis eee 2 2 & 1 . 
Intermittent ...... A 1 4 A 3 
spray (30 ‘days)c.a.. at rth <.l agi | <al 


Acid salts—non-oxidizing. Salts reacting acid in solution are, as 
already stated, inclined to be more corrosive than neutral salts. Aluminum 
sulfate and aluminumy chloride, for instance, corrode nickel-copper at rates 
of 20 to 30 mg. per sq. dm. per day, and even higher when the more acid 
solutions are strongly aerated. On the other hand rates in very dilute solu- 
tions are much lower 


Acid.salts—oxidizing. The soluble salts of ferric iron, acid in solu- 
tion, are strongly corrosive due to oxidizing capacity. It is better not to 
consider using nickel-copper with solutions carrying appreciable ferric 
salts. Solutions of the copper salts (chlorides, sulfate, and nitrate) are 
acidic and oxidizing. Ordinarily these are inclined to be corrosive to 
nickel-copper. Silver nitrate is likewise reactive, depositing out metallic 
silver on these alloys. The reaction is not a rapid one, but the deposition 
of silver in an uneven film leads sometimes to vigorous pitting. The unsuit- 
ability of Monel metal containers for holding, in prolonged exposure 
(several days), photographic fixing solutions with a dissolved silver content 
is accountable to this set of reactions. 

Mercuric salts of moderate and high concentrations attack Monel metal 
in an intercrystalline manner, depositing mercury out of solution, and in 
the case of work-strained metal tend to cause cracking. Even dilute solu- 
tions, for instance 0.1%, are not safely used in continuous contact. 

Tin chloride solutions are strongly reactive with nickel-copper because 
of their oxidizing and acid character. 


Alkaline salts. Salts reacting alkaline like sodium carbonate, sodium 
silicate, and trisodium phosphate can be used unconditionally with nickel- 
copper. An exception is hypochlorite, either calcium or sodium. Nickel 
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copper cannot be used in handling strong solutions of these because of rapid 
pitting action. Hypochlorite bleaching solutions usually carry 3 or 4 grams 
per liter available chlorine. Monel metal is widely used with these where 
the period of exposure is short (minutes rather than hours) and where an 
acid-souring operation or adequate flushing follows the bleach. The common 
hypochlorite cleaners may be used with nickel-copper without question. 

Sodium and potassium cyanide are not ordinarily well resisted by 
nickel-copper. 


¢ 


WATERS 


The nickel-copper alloys have good resistance to waters 4, 7, 18, 19, 20, 25, 
37, 81'of all types—natural ground and tap waters, sea water, distilled water. 
Corrosion rates are negligible in exposure both to flowing and to quiet water, 
ranging under 1 mg. per sq. dm. per day. Aeration has no important 
accelerating influence. In the case of highly conductive water, as sea water, 
strong agitation is likely to be accelerating. Strongly agitated and aerated 
sea water corrodes on the order of 6 mg. per sq. dm. per day. 

Tanks, conveyor lines, pump, meter, and valve parts ; fittings, nozzles, 
etc., are common types of nickel-copper construction handling fresh and salt 
waters. 

The nickel-copper alloys are well suited to resist sea water corrosion. 
Both nickel and copper are resistant and the various alloys in some ways 
have advantages over the pure metals. Those higher in nickel have a probably 
somewhat lower overall corrosion rate, while those higher in copper are 
more positively resistant to general pitting. The higher copper alloys are 
more subject to attack at the water-line, a type of attack that begins to become 
serious in alloys with 80% or more copper. 

Nickel introduces a certain passivity in the presence of oxygen that may 
produce cathodic areas and stimulate local action at others. The presence 
of more copper lessens this tendency to localization. 

Copper is fatal to a majority of the marine growths that form on most 
objects in the sea, particularly in harbor waters. At about 50% copper such 
organisms cease to grow on these alloys in many waters and at 70 Ni 30 Cu 
the alloys are nearly free from fouling. The absence of sea growths is 
desirable in itself and is further useful because pitting is reduced. 

The action of sea water under two sets of conditions is indicated by ten- 
year tests in which East River (New York City) water passed in constant 
gravity flow (horizontal) through tubes. The water was recirculated, and 
was replenished every six months. 

The observations on cupro-nickels were as follows: 


25 Ni75 Cu—evenly dissolved to the extent of .002 in., but with a number 
of broad smooth shallow areas 020 in. deep (12 mg. per sq. dm. per day) ; 


of good appearance generally. 


306 CORROSION RESISTANCE OF METALS AND ALLOYS 


15 Ni85 Cu—very smooth and evenly distributed corrosion to the extent 
of about .003 in., with some areas .005 in. deep (3 mg. per sq. dm. per day) ; 


of good appearance generally. ; 
e10 Ni 90 Cu—dissolved to the extent of .003 in. (2 mg. per sq. dm. per 


day), with isolated pits .020 in. deep (12 mg. per sq. dm. per day) in one 
tube; remaining four tubes had a fine appearance. 


In one set of tests 3 in which specimens were submerged for 87 days in a 
slow tide stream of pure sea water, the results were as shown in Table 265. 


TABLE 265.—Nickel-copper Metals vs. Sea Water. 
Mg. per sq. dm. per day 


Nickel®2) wccchactc care nc bret bie orate ohsteroteneerte 10-11 

Monel*metal® Wisc ca nae clei tiem eietelas 2-8 

AMG res HEN. einay Aeatres Ot obd ce anbDonS 5-23 

Copper tin crcce ce cap ee een aeicie cme ae 22-28 
*Pitted. 


Condenser tubes of the nickel-copper alloys, particularly the 20% and 
30% nickel compositions, with and without 5% zinc, are commonly used 
on turbine-driven ships, and occasionally in land power stations.” 18 1% 87 8? 
The nominal velocities of the cooling water through the tubes range around 
8 ft. per sec., but the water is in turbulent flow, and air bubbles carried by the 
water impinge against the surface of the tube. The merit in nickel-copper 
for these conditions—so far as the present state of knowledge would indicate 
—lies in the fact that the protective layers of corrosion product both resist 
breakdown in high degree and are self-healing. The 30% nickel alloy, in 
service and in laboratory tests, has given generally better behavior than 
the 20%. 

The effect of tap water on Monel metal has been gaged by determining 
the drop in fatigue limit after exposure.?} 2? 2638-46 Material with 
an original fatigue limit of 52,000 Ibs. per sq. in. had after 280 days in air- 
saturated water, a fatigue limit of 47,000 lbs. per sq. in. Exposed to fatigue 
stresses and corrosion simultaneously, the damage is more marked. Using 
rotating cantilever beam fatigue specimens at a rate of 1450 revolutions per 
minute, the fatigue strength after 100,000,000 cycles (47 days) obtained 
with a stream of tap water playing on the specimens, dropped to about 26,000 
lbs. per sq. in. This applied as well to cold-worked metal having an original 
fatigue limit of 52,000 Ibs. per sq. in. and annealed metal with an original 
limit of 36,000 Ibs. Carried to 900,000,000 cycles (423 days) the fatigue 
strength had dropped to 10,000 Ibs. per sq. in. The tests have shown also 
that a brackish river water is somewhat less damaging than the tap water 
used. 


Foop Propucts 
In food-processing industries, nickel-copper equipment is in common use 


—containers, conveyors, machine parts, table tops, etc. The suitability for 
this type of work ® 14, 15, 28, 30, 51, 56, 70 is based, aside from structural char- 
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acteristics and availability, on a high degree of resistance and the practical 
absence of the likelihood of toxic contamination. Substances like fruit juices, 
milk, etc., have a free acid content, but are in general less corrosive than the 
corresponding pure acids of equivalent acid content. From the standpoint of 
life of equipment, nickel-copper is well suited for handling acid foodstuffs 
either at ordinary temperatures or (in most cases) at elevated temperatures 
including boiling. 

Many processes in food preparation involve contact between the product 
and metal equipment of a few hours duration at the most, or in continuous 
processing only momentary contact before the product flows on to another 
step in the process. In either case, since corrosion rates for nickel-copper are 
low, the metal absorbed by the product is of negligible account and is not 
sufficient to affect the taste or change the color of the product, or to have 
toxic results.* It is only in cases where a given quantity of product is held 
in contact with metal for prolonged periods that these features require 
consideration. 

Many foodstuffs—vegetables, meats, etc.—are practically without action 
on nickel-copper aside from a brown or black discoloration that develops on 
the metal in some foodstuffs, and that at times penetrates into the product. 
This is unsightly but does not signify serious attack or toxic contamination. 

Fruit juices corrode nickel-copper at rates of about 5 to 10 mg. per sq. 
dm. per day, or less, under quiet, room-temperature exposure conditions, 
and at somewhat higher rates when hot. 

Nickel-copper has some utility in handling milk and other dairy products. 
The corrosion resistance is good except under some conditions such as ele- 
vated temperatures, but prejudice against dissolved copper in milk has been 
strong in the dairy industry, even though the quantities absorbed from the 
metal equipment may be non-toxic. 

A good indication of the action of milk on Monel metal is given by tests 
made on specimens exposed on the tubes of a surface preheater and a sur- 
face cooler respectively. Specimens on the preheater remained uncorroded 
whereas those on the cooler were attacked at the rates in Table 266, the 
temperature given applying to the milk at the point of test. 


TABLE 266.—Monel Metal vs. Milk. 


Temp. Mg. per sq. 

fie dm. per day 
43 20 
64 60 
79 150 
144 390 


Thus, milk during heating, or rather milk heated by the metal is not corrosive 
to Monel metal, yet when cooled by the metal is definitely corrosive. 


* See chapters on Copper and on Nickel for discussions of toxicity. 
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ATMOSPHERE 


Corrosion rates of nickel-copper in atmospheric exposure ® 1% 2%: 77 8° are 
low, ranging down below about 3 mg. per sq. dm. per day, and usually much 
below this depending on factors of humidity, sulfur constituents in the air, 
chlorides in sea air, dirt accumulation, wash of rain, duration of exposure. 
The common visual evidences of change are “fogging,” tarnishing, and 
development of a green product. Vernon 77 has pointed out that fogging is 
associated with condensation of moisture and subsequent chemical action 
between the moisture and the metal. Tarnishing is associated with sulfur 
gases in the atmosphere. 

As a general rule nickel-copper in indoor atmospheres or rural (sulfur- 
free) outdoor atmospheres remains unchanged in appearance for relatively 
long periods of time. Change when it does occur takes the form of “fog- 
ging,” or loss in luster. Ina sulfur-bearing urban atmosphere nickel-copper 
“fogs” within a few hours, and acquires a tarnish within a few days. The 
tarnishing develops into a brownish and greenish corrosion film. The sulfur 
content in the air determines the rate of this change. In applications requir- 
ing that the original luster is maintained in sulfur-bearing atmospheres, 
the use of nickel-copper is impractical, since the luster can be maintained 
only with daily cleaning. 

Vernon ‘7 has commented as follows: “The tendency for tarnishing 
is in direct proportion to the copper content, while the tendency for fogging 
is in direct proportion to the nickel content. Consequently, if we take speci- 
mens of copper and nickel together with a series of their alloys, and expose 


TABLE 267.—Nickel-copper Metals vs, Atmosphere. 


prrogpncee Corrosion Rate—Mg. per sq. dm. per day 
eM cheat Copper 20Ni80Cu 70Ni30Cu Nickel 
Rural 
Wet. increment ..... .098 Pe 36 39 
Sabon Sih m 1.14 1.06 1.03 
tar lOSSe eee 4 51 35 
Suburban : “is 
Wie increment ..... oo 44 83 .60 
Resistance ........ 18 es ia Z12 1.68 
Wy loseata se atte 41 78 76 59 
Mild Industrial 
We. increment ..... 25 .64 .96 1.40 
pepe Ete a ae 2AZ 2.95 3.45 
tlossie: eee 96 1.27 
des 83 1.35 
Wt. increment ..... 71 1.25 2.31 1.51 
He aan es ve 2.23 4.05 3.50 
ti- loss} ce ee ee : 1.31 : 
Marie 1.50 1.43 
Wt. increment ..... 24 56 
Resistance ........ 2.4 1.86 ot ye 


Wtiilosss, ee 91 ki 70 69 
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them to tarnishing conditions we find that tarnishing begins from the 
copper and copper-rich end of the series and falls off regularly in intensity 
as the copper content falls, nickel itself not being affected at all. On the 
other hand, if we expose them to fogging conditions, the attack proceeds 
from the nickel and nickel-rich end and falls off steadily to zero at the 
copper end.” These remarks apply particularly to indoor exposure con- 
ditions, possibly to sheltered outdoor exposures. 

Actual corrosion rates of nickel-copper by atmospheres are very low. 
The most complete set of data is that given in Table 267.78 Three different 
criteria of damage were used—weight increment (calculated to the metal 
oxidized), loss in weight after cleaning, and change in electrical resistance. 
The duration in all cases was one year; specimens yielding the weight 
increment results were protected from rain, other specimens involved expo- 
sure to rain. 

STEAM 


The use of nickel-copper with steam 1% 27, 38. 8 is widespread. Examples 
of applications are valve seats and discs, turbine blading, gaskets on steam 
lines, diaphragms, dehydrators. The resistance to corrosion and erosion is 
good. Cases of unsatisfactory behavior from wire-drawing or impingement 
corrosion-erosion have been traced to particularly severe conditions or to 
defective design. 

Monel metal has been included in a number of tests covering impinge- 
ment of high velocity steam. The conditions of these tests were chosen 
to give accelerated action: 

Steam, wet for most of the time, impinged at a calculated velocity of 2900 

feet per second on a Monel metal specimen held at an angle of 45°. At 
the end of seven’ weeks, with a few minor interruptions, the metal was 
eroded to a depth of .0007 in.31 { 

A Monel metal turbine blade section after 70 hours in dry saturated steam 

at a velocity of 3600 to 3900 feet per second was definitely attacked in 
the area of impingement.27 : 

The edge of a Monel metal specimen 015 in. thick exposed 400 hours in steam 


flowing at 3000 feet per second became indented and the surface of sheet 
thinned back from the edge.33 


HicH-TEMPERATURE ATMOSPHERES 


The nickel-copper group are high temperature 13, 24, $1, 60, 76 alloys only 
in the sense that they resist progressive oxidization at higher temperatures 
than can ordinary steels, copper, and the brasses and bronzes. There are 
definite limitations in their capacity to stand heat. 

About 1200° F. is usually considered the upper limit of usefulness of 
the Monel metal type in oxidizing atmospheres. At 1200° F. the oxide 
film is protective ; the gain in weight for the first 24-hours exposure is about 
40 mg. per sq. dm. per day, and with increasing duration the rate of gain 


- 
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decreases. At 1500° F. the rate of gain for the first 24 hours is about 1000 
mg. per sq. dm. and this rate continues with time—in other words the 
oxide is not protective. Thus, between 1200° and 1500° F. a change takes 
place in the physical characteristics of the oxide such that it no longer is 
effectively protective and deterioration is rapid.*? 

The oxidation characteristics of nickel-copper in an atmosphere of 
oxygen in a range of 1382° to 2012° F. have been studied by Pilling and 
Bedworth.®® They found that the curve of oxidation against time at a 
given temperature is a simple quadratic parabola, the square (3/2 power 
for the intermediate nickel-copper range) of the amount of oxidation being 
proportional to the time of exposure. 

In Figure 60 are reproduced the results of Pilling and Bedworth. 
Wire specimens were held one hour in an oxygen atmosphere at 760 mm. 
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pressure. The unit of attack is mm. of metal oxidized as calculated from 
the weight increase when using an oxide metal ratio found experimentally to 
be a sound basis. 

Sulfur gases in a hot reducing atmosphere are highly damaging to 
nickel-copper, at temperatures of about 700° F. and higher. At lower 
temperatures a surface blackening takes place, which develops into a 
heavier scale that is protective. At temperatures even below 700° F. the 
action is somewhat damaging. For instance, after 7 days in a one to ten 
mixture of of hydrogen sulfide and natural gas at 625° F. a Monel metal 
specimen after removal of the sulfide scale had lost 001 to .002 in. on the 
exposed surface. On the other hand after 24 hours in a one to ten mixture 
of sulfur dioxide and natural gas at the same temperature Monel metal 
had suffered no more than a slight surface blackening. Monel metal used 
in hydrogen sulfide gas running at times up to 1000° F. failed after six 
weeks by severe intergranular embrittlement.** 


An oxidizing atmosphere carrying sulfur tends to form a less protective 
scale than gas without sulfur. Pure sulfur dioxide at 1292° F. has been 
found to be about twenty times more damaging to Monel metal than pure 
oxygen. Very low contents of sulfur dioxide in air at temperatures under 
about 1200° F. would not be expected to be damaging. 


In the heating of nickel-copper for forging (1850° to 2150° F.) or in 
annealing (1200° to 1900° F’.) it is extremely important to avoid gases 
carrying sulfur. Even very small contents of sulfur will result in embrittled 
surface even though the period of exposure is short. 

Monel metal is not useful in handling hot reducing ammonia gases. 
Vanick 7 found that a Monel metal tube of .35 in. wall had suffered inter- 
granular fissuring after 28-hours exposure at 932° F. The metal was 
under 1500 Ibs. internal pressure, and the gas consisted of 8% ammonia 
in a three to one hydrogen to nitrogen mixture. At 1274° F. a Monel metal 
rod, under no stress, had swollen to a loose-fibered incoherent mass after 
four months. Monel metal has reasonably good resistance in nitriding gas 
mixtures up to about 1085° F. Above this deterioration is rapid. 


MISCELLANEOUS 


Molten metals. Nickel-copper is not commercially suitable for 
handling molten metals, with the exception of mercury. Tin, aluminum, 
lead, zinc are more or less rapid in their attack. Tin and nickel form an 
eutectic alloy which melts at 425° F. The melting point of tin is 450° F. 
Aluminum forms alloys with copper and nickel at temperatures of 1013° 
and 1166° F. respectively. Aluminum melts at 1214° F. Lead alloys with 
nickel at the melting point of the former, 620° F.; it forms no definite alloys 
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with copper. A eutectic of zinc and nickel melts at 786° F., which is the 
melting point of zinc. 

Monel metal (doubtless other nickel-copper alloys likewise) is well 
adapted for use with mercury. It is necessary, however, to avoid using 
strain-hardened metal, since even at ordinary temperatures this at times has 
suffered intercrystalline cracking. When properly annealed, cracking will 
not take place at ordinary as well as elevated temperatures. Exposed 15 days 
at 720° to 760° F. annealed Monel metal mercury bulbs became amalgamated 
at a few scattered patches. In other tests of 17 days at the same tempera- 
tures the surface of Monel metal became coated with amalgam. 


Sulfidizing substances. Nickel-copper, as already stated, is sensitive 
to sulfidization. Fused sulfur (248° F.) for instance attacks it strongly 
and organic sulfur-bearing compounds of various kinds ™ react to the extent 
at least of a tarnish or sulfide coating. Where the substance is acid, pitting 
sometimes takes place beneath this coating. As an example, specimens of 
Monel metal exposed 55 days both submerged and in the vapors above 
large volumes of crude light oil, neutral light oil, and motor benzol were 
pitted lightly to severely with the exception of those submerged in crude 
light oil. The specimens in the motor benzol exposure were corroded at 
average rates of 55 mg. per sq. dm. per day, with severe pitting.32 


Chlorinated hydrocarbons. Nickel-copper is generally suitable for 
handling the chlorinated hydrocarbons. In clean carbon tetrachloride at 
room temperature, with and without moisture, rates of Monel metal range 
under 2 mg. per sq. dm. per day. Specimens exposed in a dry-cleaning 
carbon tetrachloride still were corroded at rates of 5 mg. per sq. dm. per 
day and less, whether in the liquid or in the vapor phase. Other tests have 
shown that in the hot substance, corrosion of Monel metal is less if water is 
absent than if present, and is less in the presence of air than in the absence 
of air. In a 100-hour test a rate of 94 mg. per sq. dm. per day was 
obtained in exposure in the vapors from a boiling mixture of tetrachloride 
and water.® Under the conditions of the test practically all air seems to 
have been excluded. This contrasts with the rate (maximum) of 5 mg. 
per sq. dm. per day, mentioned above obtained in stills in the presence of air. 

Chloroform, ethylene dichloride, and trichlorethylene are likewise well 
resisted by nickel-copper. 

Todine. Iodine vapors and tincture of iodine attack nickel-copper 
strongly. 

Alcohol, acetone. These substances, with and without water, are not 
corrosive to nickel-copper. Monel metal exposed 6 hours in a mixture of 
70% ethyl alcohol in water at 104° F. was corroded at a rate of 1.2 mg. per 
sq. dm. per day.3t Monel metal exposed 6 months at room temperature 
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in acetone and methanol respectively, and 30 days in the vapor trom the 
boiling substances, showed no weight loss.** 
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Chapter XIX 
Copper 


Copper combines high corrosion resistance in atmospheres, waters and 
chemicals with high electrical conductivity. This combination is supple- 
mented by several other characteristics of significance, both general and 
limited. High heat conductivity, workability and availability need especial 
mention. The resistance of copper in atmospheric exposure is particularly 
felicitous, for it means that no protective coatings are necessary (in contrast 
to iron) on the tremendous amount of copper exposed outdoors and indoors 
for electrical and other purposes. It is very widely used in handling acid 
and salt solutions and waters. 


The great ductility of copper is of advantage in processes of fabrica- 
tion. Where greater strength than that of copper is desirable innumerable 
alloys high in copper are available. These are treated in another chapter. 

Commercial wrought copper is of relatively high purity—greater than 
99.90% copper. “Tough pitch” copper carries a low intentional content 
of oxygen; in deoxidized copper the oxygen content is reduced virtually to 
zero. Whereas the oxygen-bearing copper is a particularly sound and strong 
variety, deoxidized copper is advantageous in resisting hot reducing gases 
in service or in hot working operations. In England, small additions of 
arsenic are considered useful for improving strength, and also atmospheric 
corrosion resistance. 

Copper has wide general commercial corrosion resistance. It holds a 
cathodic or noble position in relation to oxidation by hydrogen ions, which 
gives it good resistance against acid solutions of low oxidizing capacity. 
Its resistance to the atmosphere and to waters is of the greatest significance. 
Exceptions to substances in which copper has general wide corrosion resist- 
ance are oxidizing acids, aqueous ammonia, and some strongly corrosive 
substances such as iodine and chlorine. .Copper has extensive use in 
handling food products. It is limited for conditions in the high tempera- 
ture range by both its low strength and relatively unprotective oxides. 


The reluctance of copper to corrode due to its inherent cathodic (noble) 
nature is obscured in a few cases by special factors that are accelerating. 
Thus, it is relatively sensitive to metal-ion solution cell action, and it forms 
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soluble double salts in certain ammonia and cyanide solutions. Again, the 


presence of oxidizing agents seriously reduces its natural resistance to 
acid solutions. 


SOLUBILITY OF CopPpER COMPOUNDS 


The dependence of corrosion resistance on solubilities of corrosion 
products is usually an obscure one, and is particularly so in the case of 
copper. Two examples of such dependence are the development of insoluble 
basic salts—sulfate and carbonate—in atmospheric exposure, and of cuprous 
oxide in fresh waters,®* in smoky atmospheres and at high temperatures.™ 
These valuably increase the naturally high resistance. On the other hand, 
high solubility of complex cupric ammonium compounds in aqueous 
ammonia, and the solubility of the cyanides of copper in potassium cyanide, 
help account for the strong corrosion of ammonia and cyanide solutions. 


Two-METAL GALVANIC CORROSION 


Copper is one of the more cathodic metals; in fact, generally, only 
passivated chromium metals are more cathodic. 

In exposure to the milder types of neutral reagents, such as fresh 
water, rain water, very dilute salt solutions and moist atmosphere, the gal- 
vanic attack that may result when copper is coupled with the copper alloys, 
nickel, lead, and tin is negligible to non-existent. With iron’® there is a 
tendency towards greater attack than with these other metals, the action 
of course being concentrated on the iron. These corrosives are poor 
electrolytes as a rule and for that reason suppress the galvanic currents. 
Nevertheless, the coupling of aluminum with copper in them is often 
unsafe practice, in view of the unusual sensitiveness of aluminum to coupled 
corrosion. Yet in the case of aluminum, coupling with copper (high copper 
alloys) in ornamental metal work in outdoor urban atmosphere, has not 
usually led to undesirably great attack. 

As neutral solutions become more concentrated in salts, and therefore 
better electrolytes, the danger in using copper couples becomes more 
pronounced.18 This applies to solutions of the various neutral salts. 
Aluminum should not be coupled under these conditions, and relatively large 
surfaces of copper coupled with iron are likely to prove unsatisfactory. 
Lead, tin and solder may at times suffer attack. The high copper alloys 
and the nickel alloys on the other hand, since these have but very slight 
tendency to corrode uncoupled in such solutions, can be safely used in this 
group of corrosives. , 

The situation in neutral chloride solutions, such as brines and sea water, 
is quite unlike that in the other neutral salt solutions. The possibility of 
danger in copper coupled with iron, lead, tin becomes more pronounced ; 
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and the brasses in couple with copper may suffer an undesirable degree of 
accelerated corrosion. Large surfaces of copper, such as sheathing on 
boats or tank linings, are likely to have an appreciable effect on brass 
fittings or pipes} for intance, that may be in circuit with the copper. The 
copper alloys low in zinc or free from zinc are less inclined to be attacked 
coupled with copper. 

An example of a possible high degree of acceleration of iron corrosion 
when coupled with copper, is the case of a fully aerated, agitated, moderately 
dilute sodium chloride solution. In this, uncoupled iron corroded at a rate 
of 350 mg. per sq. dm. per day, whereas when coupled with a copper speci- 
men of about twenty times its area, the rate was 7,900 mg. per sq. dm. per 
day—an increase of about twenty times.** 

As will be noted later on, copper is particularly reactive with chloride 
salts as compared with other neutral salts. In line with this is the result 
of some galvanic tests made in aerated sea water, in which Monel metal, 
normally slightly anodic to copper, behaved cathodically, with a rapid 
increase in the attack of the copper.** 

In acid exposure it is well where possible to avoid coupling copper with 
other metals, particularly with iron. In many cases of course it is not pos- 
sible to avoid this. Perhaps the least danger in such exposure would result 
from copper coupled with the high copper bronzes. In fact the cast bronzes 
carrying tin, lead and zinc (low) are often used with copper equipment 
handling acids. Monel metal likewise approaches copper in electrochemical 
nature and often in acid exposure may be coupled with copper. On the other 
hand brasses of relatively high zinc content are likely to suffer severely. 


Acips 


Copper is widely employed in apparatus handling acid solutions in 
chemical plants. 

A fairly definite division line exists between those acids that can be 
used at times with copper and those that cannot. The inherently non-oxidiz- 
ing acids such as acetic, sulfuric, hydrochloric, phosphoric are generally well 
resisted by copper so long as the content of dissolved oxygen, or of oxidizing 
impurities such as ferric salts, is fairly low. There are exceptions to these 
generalizations, such, for instance, as the fact that concentrated hydro- 
chloric acid will corrode copper rapidly, independently of the presence of 
oxidizing substances. 

It is a difficult matter to express the oxidizing capacity of a solution 
when this oxidizing capacity is derived from a content of dissolved oxygen 
(air). As a rule a thoroughly agitated or stirred solution, or one into 
which an air-stream is directed, approaches air-saturation. A solution of 
an acid that is in itself non-oxidizing, under aerated conditions becomes very 


COPPER 409 


definitely corrosive to copper. This generalization applies both to strongly 
ionizing acids like sulfuric, hydrochloric, and formic, and to weakly ioniz- 
ing acids like acetic. Although the acid concentration and to a lesser 
extent the hydrogen-ion concentration, are factors in determining corrosion 
rates—the rates in general tending to increase with each of these factors— 
the importance of these factors is overshadowed by the variable of dis- 
solved oxygen content (aeration) within the limits that this variable exists in 
the actual use of metals. Acids of inherent oxidizing capacity, such as 
nitric, sulfurous, and concentrated sulfuric, and acids carrying oxidizing 
impurities such as ferric salts, cannot be handled in copper equipment—at 
least these are more economically handled by other metals and alloys. Sul- 
furous acid, while generally considered reducing, acts as an oxidizing acid 
in the corrosion of metals, furnishing oxygen and sulfur for combination 
and accelerating the corrosion as much as or more than the true oxidizing 
agents. 

The action of acids on copper may be generalized as follows: 


1. In very dilute acid solutions, ranging from neutral to concentrations on 
the order of .01 per cent, the action on copper is relatively low, the rates 
ranging well below 60 mg. per sq. dm. per day. This is true of oxidizing 
acids like nitric as well as of non-oxidizing acids like sulfuric, and the 
action is relatively insensitive to the accelerating effect of aeration. 


2. Non-oxidizing acids with an air content approaching zero have practically 
no corrosive effect, independent of concentration; thus rates in 1.2 normal 
sulfuric, hydrochloric, and acetic acids in the absence of air were less than 
1 mg. per sq. dm. per day.®2 Air free solutions are rarely met, but the 
fact that copper is virtually uncorroded by them is significant. 


3. Solutions of non-oxidizing acids (hydrochloric excepted) carrying air in 
such quantity as is absorbed in quiet contact with atmosphere are rather 
weakly corrosive, independently of concentration. The rates are roughly 
5-60 mg. per sq. dm. per day. 


4. Air-saturated solutions of non-oxidizing acids are likely to be rather 
strongly corrosive,—on the order of 50-300 mg. per sq. dm. per day, and 
higher for hydrochloric acid. The actual corrosion rate in any indi- 
vidual case will depend in some degree on hydrogen ion concentration and 
certain other factors difficult to classify. 


5. Oxidizing acids except in very dilute solutions corrode copper rapidly— 
roughly above 500 mg. per sq. dm. per day—independently of aeration. 
This is true of both inherently oxidizing acids—nitric—and acids whose 
oxidizing capacity is due to impurities such as ferric iron. 


To define more specifically the bounds within Which these generalizations 
apply, it is necessary to say that at temperatures above ordinary room tem- 
peratures the rates are higher ; that with very low concentration acid solu- 
tions—indefinitely below 0.01 per cent—the effect of aeration becomes 
relatively low; that the solubility of oxygen in acids, varying as it does 
with the acid concentration, is a further variable in determining corrosion 
rates; and that the development of low solubility corrosion products often 
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The rates in Table 268 ** are particularly instructive in that three types 
of corrosion reaction are expressed. The high rate for nitric reflects a 
powerful acid-oxidizing combination. In the case of hydrochloric the cor- 
rosion was accompanied by hydrogen evolution, and was independent for 
the most part of dissolved oxygen. Finally, sulfuric corroded only so fast 
as oxygen was supplied by diffusion through the solution. The test con- 
ditions were simple immersion, for 24 hours at 59°F, 


TABLE 268.—Copper vs. Acids. 


Acid Mg. per sq. dm. per day 
Nitrie—3290' 5 < ctpccs cst eaeeeltenas 57,000 
Hydrochloric—concy x.y sssi< sets 5 0is.0 0 e eta 180 
Sulfurico—17% ys Gi ee ee ee 20 


Under the same conditions the action of phosphoric, acetic, tartaric, formic, 
oxalic, malic, etc., would be more like that of sulfuric. 

Aeration. The effect of a number of acids of 1% concentration under 
quiet partial immersion conditions in sealed containers is indicated by the 
data in Table 269. The tests were made at 70° F. with five days duration.*? 


TABLE 269.—Copper vs. Acids. 


Acid—1% Mg. per sq. dm. per day 
Hydrochloric: <:ty..2 sonnet pata ee 142 
Sulfuric <6. <0 bi i's Maca aecetics haere 28 
ACH i250: oss rte ae eee 27 
Butyrie, *. so v5.ni hs ccen eee ee bane 17 
Lactic) 3in05 a. ee ee 15 
Citric “(0:2%) Us os suck eee ee ee 14 


The aeration factor is well shown by the data in Table 270.82 Gas was 
bubbled through the solution for one hour previous to exposure of the 
specimens, the ratio of nitrogen and oxygen in the gas being varied. The 
temperature was 72° F. and the duration 24 hours. 


TABLE 270.—Copper vs. Acids. 


Oxygen Corrosion Rate—Mg. per sq. dm. per day 
in Gas Sulfuric Hydrochloric Acetic 
' Per Cent 12 Nee 12N 12N 
Avs oo Wes pease a eeee 1 
afer cas ee % > 
OA aad ee ce ate ee 23 210 21 
: : BRE oy ert wha ss ae 260 
20 (air) Masa at eee re 39 
2A SD. inate eevee, Cee 59 
LOA Sian’ en ctor 540 
OVA Thr ide Pe ee 65 


Aeration is further covered by the data in Table 271,77 from tests in 
which hydrogen and oxygen gas respectively were bubbled through the 


ae ee 





“COPPER 411 


solution. Rates with oxygen gas are higher than would be obtained with 


air as the gas. The tests were made at room temperature, with five-hours 
duration. 


TABLE 271.—Copper vs. Acids. 


‘Acid Corrosion Rate—Mg. per sq. dm. per day 
Oxygen Hydrogen 
Sulfuric 
Oe pS en ete i ee a 920 22 
Ee ce Catan waitin Captian’ aes 840 36 
i Ng GE YEA CRE See ay eer 250 is +35 
Hydrochloric 
ee tan eh cas Oi wick sa © 8,600 105 
Gites Ber MR he ee inte vivo Rise xn ath a ots 13,400 75 
Acetic 
Cy ee Mie ee aah © niet Oaks Sie s's Wie ales 0.8 8p 143 8 
Sree at wee tah s 6 oy sina el,« « 445 week, 
SEP TET ME, ee Bae Sr ee a ee es 12 12 
Citric 
TT ARES Be re en een 170 29 


Different exposure conditions nvolving various degrees of aeration are 
.covered by the data 2? in Table 272. These are particularly useful in that 
a strong corrosive—hydrochloric—and a relatively weak acid—acetic—are 
compared. The tests were made at room temperature, for a 48-hour period 
following previous 48-hour exposure. The spray tests ran 30 days. 


TaBLe 272.—Copper vs. Acids. 
; Mg. per sq. dm. per day 


Exposure Hydrochloric Acetic 
1N 1N 
Total immersion 
MDeete Be Los aah neces eye ber eke ae > 320 18 
Peiprapitated Yoel ee ccee ces oe teens’ 5,000 65 
Alternate immersion 
COL GOUS 6 oo y sul Ngee rena ees 8 3,200 35 
Tatermitteniin.. «scene a= ea bias += ye 800 14 
Spray (30 days) .....sseeeeeeeeee ween 290 76 


Temperature. The accelerating effect of temperature rise is different 
in intensity for the different acids, and also for different aeration conditions. 
Data are very meager, but the two sets in Tables 273 and 274 suggest the 
order of acceleration. 

Tests have been made #2 in 1% acid solutions, with specimens partially 
immersed in the liquid held in sealed containers. The duration at room 
temperature was 5 days, for the warm tests 5 hours. 


TABLE 273.—Copper vs. Acids. 
i Mg. per sq. dm. per day 
Acid 70° F. 145° F. 


ees b/s 15 73 
Butyric—17o  ...-sceceseceeereeeceeees 17 109 
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In the following tests the specimens were simply immersed, without 
artificial aeration of the acids :*° 


TABLE 274.—Copper vs. Acids. 


. Hou Mg. per sq. Hours Mg. per sq. 

Acid Recor tenn dng nt day 194-212° F. dm. per day 
ee ve a Eee Ay ees 7 77 7 120 
1 Li BN Aas sie Yi 51 7 150 
7d age Oe el aie dpe 7 26 7 110 
eed AEGON hoe 24 5, 2 56 
met Betee oeles Hae ah ae 24 20 2 403 

Phosphoric 

Ci ~ i SEPTUM EP ET 24 6 2 35 


Oxidizers. Oxidizers in solutions of the non-oxidizing acids are very 
strongly corrosive. The principal oxidizers encountered are ferric, cupric, 
stannic, mercuric salts. A number of illustrations are given in Table 275. 
In one set of tests ®* specimens were exposed to running mine waters 
carrying sulfuric and ferric sulfate, at ordinary temperature. 


TABLE 275.—Copper vs. Oxidizing Acid Solutions. 


Water Days eda 
Sullubicn | 221405 "Pe Cer a cee 
Ferric iron 006907 yes avant ene 119 189 
sul fries 4 22905 ce i ee ee 
Ferric iron OD Gof Ms eed i, aut! 33 706 
sul firicy” =".049e or te ee 
Ferric iron OLS eae Oe 98 130 


Other oxidizers were added to acids, with the results in Table 276.76 
The tests ran for 19 to 22 hours at 100° F, 


TABLE 276.—Copper vs. Acids. 


; Mg. per sq. 

Acid ine Ws das 
Hydrochloric—lV 720 nce ae es 230 
Hydrochloric—1 N t 
Potassium permanganate—5% ............. 9,000 
Sulfarie—l N41) pict . ee ee 43 
Sulfuric—1 N 
Potassium dichromate—5% ............... 5,600 


Sulfuric—1 NV 


Sodium chlorate—5% ..................... 8,500 


Nitric acid.%%: 35, 43, 50,70 Nitric acid, except in extremely dilute solu- 
tions, should not be considered suitable for contact with copper. In simple 
quiet submersion, in .06% acid, a rate of 20 mg. per sq. dm. per day has 
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been reported.** Perhaps 0.1% acid should be taken as tne upper limit for 
satisfactory performance. In moderate concentrations rates run up to over 
1000 mg. per sq. dm. per day, and in concentrated acid far above this. 


Sulfurous acid. Sulfurous acid solutions are strongly corrosive to 
copper, more by pitting action than by weight loss. Copper is usually 
satisfactorily resistant to smoky industrial atmospheres, but in some cases, 
as in flue linings exposed to moist sulfurous gases in high concentration 
copper is badly attacked. 


Phosphoric acid.** 47: 5° © Tests on copper have been made,*® ® by 
quiet submersion for 250 hours at 60° F. in acid obtained by combustion of 
phosphorus and by leaching of superphosphate, respectively. The latter 
was far more corrosive due to the presence of ferric iron as an impurity. 
(See Table 277.) 


TaBLE 277——Copper vs. Phosphoric Acid. 
Mg. per sq. dm. per day 


Pure phosphoric 
PEG ee ek dies Sen Se vis av 8 AY ws 0s 50 
AGE eee tise: tie ois scien Gn aes = 100 
Impure phosphoric 
Pe Ait cy PE ote ICO Tee ee Tee 300 


Aeration of phosphoric has the normal accelerating action; heat is 
abnormally accelerating with phosphoric. A number of tests in hot acid, 
pure and impure (ferric iron) gave the results shown in Table 278. 


t TABLE 278.—Copper vs. Phosphoric Acid. 


Mg. per sq. 
dm. per day 
Pure acid 
5%, unaerated, 203° F. ......... eee eeeeeees 29 
25%, unaerated, 203° F. ......-.e cece eee eeee 105 
25%, aerated, 203° F. .......-.seeeseeeeees 2,200 
50%, unaerated, 176° F. .0.....e cece eee cece 220 
25%, unaerated, 176° F. .......-- sere eee eeeee 410 
10%, unaerated, 176° F. ........ceee eee eeeees 490 
Impure, crude acid 
Dilute, unaerated, B/D aE hs Oe eel 4,500 
Concentrated, unaerated, 176° F. .......+.+++- 2,100 


Hydrochloric ‘acid.®: 222%. 8% 85. #2, 2%: BO. 61, 62, 70, 76,77 = Hydrochloric 
acid is so corrosive to copper that concentrations higher than about 0.1% 
cannot for most purposes be handled with it. In 03% acid under quiet 
submersion conditions rates of 25 mg. per sq. dm. per day have been 
reported.## At 0.1% the rates in simple immersion exposure are around 
100 to 200 mg. per sq. dm. per day, and rapidly increase with higher con- 
centrations, temperatures, and particularly with aeration. In concentra- 
tions above about 30% at room temperature and 20% in the higher tem- 
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perature range (e. g. 167° F.), the corrosion reaction goes on with strong 
hydrogen evolution, as indicated in Figures 61 and 62.7? 





fe) 10 » 20 30740 


oO 10 20 30 40 
Hydrochloric Acid - Percent Hydrochloric Acid - percent 7 


Ficure 61. Copper vs. Hydrochloric Figure 62. Copper vs. Hydrochloric 
Acid at 167° F. Acid at 68° F, 


Sulfuric acid.15 35. 35, 42, 43, 44, 50, 51, 62, 78,77 As a summary of the 
evidence on the sulfuric acid attack of copper, the following seem to be 
true as generalizations : 


1. Concentrations higher than about 80% in the cold and about 60% hot are 
too corrosive to warrant the use of copper. In concentrated acid, the 
corrosion reaction does not require, though is aided by, the presence of 
dissolved oxygen, and progresses with the partial breakdown of the acid 
into reduced sulfur and free oxygen, both of which tend towards further 
corrosion. The action takes the form characteristically of pitting beneath 
a sulfide scale. . - 


2. Concentrations below 80% that are free of dissolved oxygen do not corrode 
copper at all at room temperature and but slightly at elevated temperatures. 


3. Concentrations below 80% with low content of dissolved oxygen (unagi- 
tated solutions exposed to the atmosphere) corrode copper at rates of about 
20 to 80 mg. per sq. dm. per day. The actual acid concentration is a minor 
variable,.a range from .01 to 80% yielding corrosion rates.of the same 
order. At elevated temperatures the rates are perhaps 50 to 120 mg. per 
sq. dm. per day. 


4. Concentrations below 80% under fully aerated conditions (strong agi- 
tation) corrode at rates of about 150 to 300 mg. per sq. dm. per day. The 
conditions at the solution-air-metal contact of a quiet solution approaches 
full aeration. At elevated temperatures (below about 60% concentration) 
the rates are 100 to 400 mg. per sq. dm. per day. Concentrations within 
the range of 1 to 20% are the most corrosive, hot or cold. 
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Quiet submersion in .05% sulfuric at room temperature for a 7-day 


period gave a rate of 17 mg. per sq. dm. per day,** indicating the action of 
very low concentrations. 


Temperature, concentration and aeration as variables were involved in 


' Table 279.7% 


The tests were of 5 hours duration. 


respectively were bubbled through the solution. 


TABLE 279.—Copper vs. Sulfuric Acid. 


Hydrogen and oxygen 


Sea oak Temp. Mg. per sq. dm. per day 
% 4 Oxygen Hydrogen 
6 68 920 21 
20 68 840 36 
96.5 68 250 35 

6 95 2,300 54 
20 95 1,300 51 
96.5 95 300 62 

6 122 2,700 75 
20 122 600 62 
96.5 122 520 260 


These rates for oxygen-saturated acid are much higher than would apply 
for air-saturated acid. The rate in air-saturated 6% acid at room tem- 
perature would be about 200 to 250 mg. per sq. dm. per day.** Although 
the rate given above in room temperature, concentrated acid under hydro- 
gen is low, copper is ordinarily not recommended for concentrated sulfuric. 
Hot 6% acid, aerated and unaerated, gave the rates in Table 280.44 


TABLE 280.—Copper vs. Sulfuric Acid. 


Temp. Mg. per sq. dm. per day 
~E Unaerated Aerated 
140 105 280 
160 95 330 
178 145 370 
194 153 410 


Acetic acid.® 1% 27, 42, 44, 51, 53, 62,77 Copper equipment is used a great 
deal in commercial processes involving exposure to acetic acid, e. g., in the 
process of manufacturing acetic acid from calcium acetate and sulfuric 
acid. Although available corrosion rates indicate that the action of hot 
mixtures of acid and acetic anhydride, and hot glacial acid may sometimes 
be severely corrosive, ordinarily the rates of acetic, dilute or concentrated, 
boiling or cold, aerated or unaerated, fall below 300 mg. per sq. dm. per 
day. There is a tendency towards pitting, but its details are not clearly 
enough known to be stated. 

To generalize, the action of acetic is somewhat as follows: 


Cold, unaerated solutions, up to 100% concentration—under 50 mg. per 


sq. dm. per day. ‘ 
Cold, aerated solutions, up to 100% concentration—50 to 200 mg. per 


sq. dm. per day. 
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Hot solutions, unaerated or acrated, in concentrations to 100%—20 to 
1000 mg. per sq. dm. per day. ae : 

Mixture of anhydride and acid—in the cold up to 300, in the hot up to 
3000 mg. per sq. dm. per day, with the degree of aeration of slight and variable 


significance. 
Tests have been made ** in boiling mixtures of glacial acetic and dis- 
tilled water, of 20-hour duration. (See Table 281.) s 
TABLE 281.—Copper vs. Acetic Acid. 
Acetic Acid Mg. per sq. dm. per day 
as Vapor Phase Liquid Phase 
5 19 22 
50 ie 46 
98 67 176 
99.9 15 137 


Hydroxy-acids.® 1% 42, 53,77 The hydroxy-acids as a whole behave 
not unlike acetic, so far as the limited data are an indication. In unaerated 
solutions at room temperatures, the rates for formic, butyric, lactic, citric, 
tartaric, malic are on the order of 6 to 70 mg. per sq. dm. per day. Aeration 
is accelerating to the extent perhaps of three or four-fold. At tempera- 
tures up to boiling the rates range up to 120 mg. per sq. dm. per day, some- 
times up to 300. Differences in corrosiveness among the acids exist but 
they are of minor degree and their nature impossible to classify. 

Chloracetic acid is known to be very corrosive. A boiling solution 
(spec. grav. 1.36) has given a rate of 1400 mg. per sq. dm. per day.® 

Fatty acids. The fatty acids attack copper, producing green copper 
soaps.* Rates of 25 mg. per sq. dm. per day were obtained for copper 
exposed, submerged and in the vapor phase respectively, within a still 
handling crude split oleic and stearic acids at 440° F. under vacuum.** Three 
months in a saponifier handling a boiling solution of 60% fatty acids and 
small contents of sulfuric, aromatic, and sulfonic acids led to a rate of 100 
mg. per sq. dm. per day.*4 

Hydrogen sulfide. In aqueous solution, particularly in the presence 
of other acids, hydrogen sulfide rapidly blackens and corrodes copper. 


ALKALINE SOLUTIONS 


Caustic. Copper is only slowly corroded by caustic alkalies, but the 
action is appreciable. Since iron is less affected and costs less, copper is 
rather rarely an economical material of construction for handling alkalies. 
Where copper is desirable for other reasons it may resist some alkaline 
solutions, not ammonia, in a satisfactory manner. Rates in Table 282 were 


obtained in tests at 86° F. which ran 48 hours following 48 hours previous 
exposure.?7 


* W. H. Bassett, private communication. 
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TABLE 282.—Copper vs. Sodium Hydroxide. 


Condition Mg. per sq. dm. per day 
Total immersion 
Quiet, oo. sie eee e sense tec et cree eeees 14 
PISTON Re ia hs so aisa sack ee ge e's 20 
Alternate immersion : 
(CONTINUOUS ee rae Sethaa eee o tieosinas © 29 
Iiternaittenteasetincee: «ste irocicice ocr chelate 14 
UTE Repay ogo de Soe ne eee ee eee 2 


Lower rates have been reported in some tests **: 41: #8 and higher rates for 
caustic soda and potash in others.1? ** °° 

Hot caustic soda, concentrating from 30 to 50% at 179° F. has given a 
rate of 14 mg. per sq. dm. per day.** Still further tests, in concentrated 
caustic potash and caustic soda in a vacuum evaporator over a temperature 
range of 320 to 752° F. gave rates below 1 mg. per sq. dm. per day.5® Again 
a mixture of 10 parts caustic potash and 7 parts caustic soda, concentrating 
from 25° to 50° Bé yielded a rate of 120 mg. per sq. dm. per day.® 

Fused caustic at 660° to 1100° F. has been reported to be very 
corrosive to copper, yet with the addition of 5% sodium peroxide to the 
fusion, the action, at least in the 660° to 750° F. range, was greatly 
suppressed. 


Aqueous Ammonia.’* °° Ammonium hydroxide is one of the most 
rapidly reactive substances with copper, due to the formation of highly 
soluble copper-ammonium compounds. Advantage is taken of the solubility 
of copper compounds in ammonia in the use of ammonia polishing mixtures 
for removing the tarnish films from copper. 

Very dilute solutions of ammonia may be fairly low in their action. 

For instance, exposure in 01 normal ammonium hydroxide in quiet immer- 
sion at room temperature for a week led to a rate of 15 mg. per sq. dm. 
per day.** 

The action of intermediate concentrations is well outlined by Table 
223.27 The solution was 1 normal strength, and the test period 48 hours 
following a previous 48-hour exposure ; the spray test was run for 30 days. 
All tests were at room temperature. 


TABLE 283—Copper vs. Ammonium Hydroxide. 


Condition Mg. per sq. dm. per day 
Total immersion 
Mic eee ees acento feta 160 
Air-agitated ......--s-secrereereerete: 430 
Alternate immersion N 
ContinuOus 2.2. 00scec cs cere ews eeeeees 870 
Intermittent ......----eceeeceeereeress 205 
Spray (30 days) ...--+--+++++? bo le a 35 


Aeration is strongly accelerating. 


9 ae haa toe? ae 
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The extremely rapid attack under strong aeration and agitation is 
indicated by Table 284.4 The tests ran 3 to 7 hours at room temperature. 


TABLE 284.—Copper vs. Ammonium Hydroxide. 


Sree Mg. per sq. dm. per day 
26.7 19,000 
10.6 27,000 
6.5 41,000 
42 66,000 
2.4 53,000 
1.0 38,000 


SALT SOLUTIONS 


Copper has excellent resistance to many salt solutions, such as the 
sulfates and nitrates of sodium and potassium, reasonably good resistance 
to others like the chlorides of sodium and calcium, which is of the greatest 
economic value in marine uses, and poor resistance to oxidizing substances 
like ferric and cupric salts, and to ammonia salts. Rates range from less 
than 1 mg. per sq. dm. per day in the first group, to 4 to 70 mg. per sq. 
dm. per day in the non-oxidizing chlorides, and greater than this in the 
oxidizing-acid and the ammonia salts. 

The data in Table 28527 compare sodium chloride, a moderate cor- 
rosive, and potassium dichromate, which is weakly to negligibly corrosive. 
The tests were made in 1 normal solutions at room ternperature for a 48- 
hour period following a 48-hour previous exposure. The spray test was 
run for 30 days. 


TABLE 285.—Copper vs. Salt. Solutions. 
Mg. per sq. dm. per day 


Condition Sodium Potassium 
Chloride . Dichromate 
Total immersion 
Ouietes sco de ae Ade eee 16 i? 
Aitcapifated ys aysk tase ee 29 << 
Alternate inimersion 
Continuoug>". 7, sane eee 17 + 
Intermittent. (hone te eke ee 6 1 ea 
Spray (304 dava). cr. antl cette ‘ 3.5 <3 


Aeration and agitation is seen to be rather strongly accelerating in the 
case of chloride. In fact, a 3% sodium chloride solution under strong 
aeration and agitation conditions has given a rate as high as 75 mg. per © 
sq. dm. per day in three day exposure.4# Aerated calcium chloride brine 
(1.14 spec. grav.) at room temperature has given a rate of 150 mg. per 
sq. dm. per day for copper, in a 24-hour test.44 The chlorides of potassium, 
sodium, magnesium and calcium are substantially alike in the order of 
their attack.11, 14, 16, 33, 41, 43, 51,55 Where reacting acid, solutions become 
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more corrosive, with aeration becoming an accelerating factor. Zinc chloride 
and aluminum chloride solutions are examples. 

The salts that have negligible attack on copper—1l mg. per sq. dm. per 
day and less—include the sulfates and nitrates of sodium, potassium, mag- 
nesium, calcium, etc.1! 14:55 The alkali carbonates and other salts reacting 
alkaline 11: 18. 41, 43 are likely to corrode at rates two or three times this 
maximum, The hypochlorites, except in very dilute solutions,** are strongly 
corrosive.*? . 

Ammonia salts in moderate concentration yield rates of 15 to 80 mg. 
per sq. dm. per day, perhaps higher under strong aeration and agitation 
conditions. Pa 

Solutions of the oxidizing acid salts—ferric and cupric, mercuric, stannic 
and silver salts,—are strongly corrosive to copper with rates ranging above 
100 mg. per sq. dm. per day, often much’higher. This is particularly true 
of the chlorides. 

Cyanides are strongly corrosive to copper. 


Foop PRopUCTS 


Copper is a standard material in the construction of equipment used 
in the preparation of foodstuffs, e.g., kettles, evaporators, pasteurizers, 
containers, and sheet metal work. The resistance of copper to foodstuffs 
is such that copper equipment ordinarily has an indefinitely long life, and 
under conditions where the food product is held for a brief period. only—less 
than an hour or two—in contact with the metal, and where the metal 
can be cleaned frequently and-periodically, copper is reasonably satisfactory. 
It has become common practice to coat the inside surface of copper equip- 
ment with tin. In spite of the fact that a tin coating is not permanent, 
this practice has its advantages. It prevents the formation of unsightly 
salts and the discoloration of the product, in cases of prolonged exposure. 
Again, copper is a rather rapidly tarnishing metal in both atmospheric and 
submerged exposure, whereas tin is not. 

The subject of the toxicity of copper salts has been in a confused state 
principally because of the failure to distinguish between the effect of heavy 
doses of copper compounds and of the relatively minute proportions nor- 
mally absorbed from copper equipment. Investigations 48,21 strongly indi- 
cate that small quantities of copper are definitely beneficial to life. This 
is not a surprising discovery—though an extremely significant one—in view 
of the fact that most foods carry naturally an appreciable copper con- 
tent 37 4% 8 e, g. (typical analyses) cow’s milk 5.0 p.p.m., woman’s milk 
0.4-0.6 p.p.m., potatoes 1.9 p.p.m., asparagus 7.0 p.p.m., walnuts, 11.2 p.p-m. 
oats 6.5 p.p.m., egg yolk 1.8 p.p.m., oysters 800 p.p.m. The occasional 
toxicity of oysters is not considered to derive from the copper. It would be 
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expected that the processes of the human body would be adjusted to this 
constant environment of copper in foods. ck 

A comparison between the quantity of copper naturally present in milk 
and the quantities absorbed from processing equipment is given in Tables 
286 and 287.*8 


Milk 


TABLE 286.—Copper Content of Milk. 


Raw 22 vada giaalee caloy wee ge Of eats ona ide aa te eer eee 0.43 p. p. m. 

Screened (copper screens) ........seeeeceee eee eeseeeees «6 045 p.p.m. 

Screened (copper screens had stood exposed to air for 5 min. _ 
betweett’ loads)’. 45.5.4. stndesc ss becuase frat eea ee 0.97 p. p.m. 


Condensed Milk aie 
Skimmed milk condensed to 36% total solids in copper vac- 


Gum | pans. soo eie ko erate ere eee ee ee ee 37 p.p.m. 
TABLE 287.—Copper Content of Fruit Products Commonly Processed in Copper 
Equipment. 
Plant 1 Plant 3 
p.p.m. p-p.m 
Strawberry preserves ........... 4 Plim"jellyns coaaeda dupe e eae 55 
Blackberry preserves ........... 4 strawberry “jelly 3 gas nse 60 
Cherry preserves)... v.41... 5209 3 Raspberry. jelly: <2. 2 es 80 
Apples butter/-4..¢655;. soeeer ee 3. Raspberry preserves ............ 45 
Chili sauce.a. ch ue oe ceiea eee 7 Apple butter <*> .2%.5- eee 110 
Retchupes So ce vucoe wie eee 8 Chili saucéic. ee eee 18 
Plant 2 Plant 4 

Currant jelly 2as.. cone ee 7 Raspherry jelly: 2.3.5 ceca eee 2 
Raspberry: jellysizoc 4 5 Raspberry preserves ............ 7 
Raspberry preserves ............ 4 Peach preservess ss) ce. eee “ 
Peach (preserves te jervas) setae 6 Strawberry preserves ........... 9 
Strawberry preserves ........... 10 Blackberry preserves ........... + 
Blackberry preserves ........... 3 Pineapple preserves ............ 3 
Apple: butter#2.. (2... eek 24 Plum’ preseryes7t2), 5.2 6 
Grape jane. ee eee 4 Apricot. preserves .../%.)...5).% 18 
Chile satice cu. oc yee ee 8 
Ketchtipt ea es eee 12) 


Where food processing ordinarily involves only short periods of contact 
between product and metal equipment, the cases where copper absorption 
may approach toxic significance are undoubtedly rare, corrosion rates being 
ordinarily low. 

Data suggesting the order of attack of copper in certain food products 
are given in Tables 288 to 291, 

Hot to boiling fruit juices have given rates of 1 to 10 mg. per sq. dm. 
per day on copper,® 53 and in one set of data 44 the rates in Table 288. 


TABLE 288.—Copper vs. Fruit Juices. 


Temp. Pressure Time Mg. per sq. 

| Fy Mm. Hours ane das 
Orange juice ....... 113 60 1/2 44 
203 760 6 24 
Lemon juice ........ 113 60 | 3/4 97 
203 760 6 12 


113 60 1 23 
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Tomato products may be mildly to strongly corrosive, depending on 
conditions. Plant tests have given the results in Table 289.*4 


TABLE 289.—-Copper vs. Tomato Products. 


Mg. per sq. 
Tomato juice in tank after extractor; 170° F.; mild agitation and guru ok gs 
high aeration; 8 hrs. 50 min. .........0 sss sees cence eee ee eeee 209-402 
Tomato juice filler bowl; 195° F.; very mild agitation; moderate 
ema tiie Pa rere TI. crea bas welsis dries acts 6 Be aie oa vie ephe db, 0 = bce 133-412 
Tomato scalding tank; 200° F.; vigorous agitation; moderate aera- 
SUSIE Bg ig SENT OS AS eR Sen eee 78-184 
Catsup boiling tank; 220° F.; vigorous agitation; aeration mod- 
SRO WAS MAG ee eG a On een oe eo 22- 43 
Catsup finisher; 210° F.; slight agitation; intermittent exposure to 
it ee alirae 0 aie wre ag an aioe disc cae ais tas yeh se eae ne 24-108 


Whereas cold milk has low to negligible action on copper—l to 10 mg. 
per sq. dm. per day,44—the action of agitated aerated milk at room tem- 
perature becomes moderately corrosive—15 to 35 mg. per sq. dm. per 
day.?® 31, 44,60 At pasteurizing temperature and higher corrosion becomes 
severe—85 to 150 mg. per sq. dm. per day,?® 91:6 7 with higher rates 
under strong agitation conditions. 

A thorough investigation of corrosion rates in condensed milk and 
evaporated milk plants ® has given the rates in Tables 290 and 291 for 
copper. . 

TABLE 290.—Copper vs. Milk Products. 


Exposure in Evaporator Mg. per sq. dm. per day 


Condensed Evaporated 
Pst Wey Pos Piola see Pas aie ames 6-26 6-58 
RA Nee ee A i fae ha Sew ae sees <a 8-25 8-45 
crite tee i seers oie eg nies iM sows 4-28 7-72 


TABLE 291—Copper vs. Milk Products. 
Mg. per sq. dm. per day 


Ee noente Condensed Evaporated 
Drop tahoe 6 cede 2s cele wena b snes + 10-21 14- 35 
Bille stOfage ee cen eee tester see 0 0- 4 
Pty el eee sh ae we ce oe wate 43-78 35— 56 
Pirehieatet so njor wah pes ee bia esmie> of — 123-160 
Plutdmillc StOra gee axa ce ices neo 5 — 


WATERS 


Copper has a generally admirable resistance to all types of fresh 
waters.!2: 67 As a result copper is commonly used for such purposes as 
water lines, domestic hot-water tanks and linings on wooden storage tanks, 
and heat exchangers. Actual rates of corrosion are low, as a rule negligible. 
Perhaps in most exposures the rates would be around 1 to 5 mg. per sq. 
dm. per day and less. Copper is not satisfactory for distilled water con- 
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tainers, not because the life of copper is short but because the purity require- 
ments of distilled water are exceptionally high. The action is barely suffi- 
cient that in several months exposure copper will acquire a loose thin layer 
of corrosion product. Beneath this layer shallow pitting sometimes develops 
after long exposure. 

Carbonated water becomes much more corrosive. Twenty-hour tests 
made at room temperature in water saturated with air and carbon dioxide 
gave rates of 10 to 67 mg. per sq. dm. per day in the case of city water, 
and 13 to 40 in the case of distilled water.** 

As a resistor for sea water copper is probably the most useful of metals, 
although there is definite slow corrosion. At one time it was common to 
sheathe boat bottoms with copper ; this is still being done to a limited extent. 
The principal drawback lies in the tendency copper has to corrode locally 
under specific conditions ; (a) where there is a rapid flow of solution past 
the metal, (b) where stagnation encourages the formation of concentration 
cells, as at stagnant waterlines. Copper is far from efficient as a con- 
denser tube material, in steam power plants, because of rapid corrosion at 
the velocities of flow commonly involved. 

Even though sea water is much more corrosive to all metals than fresh 
water copper, as stated, is valuable in widespread marine usage. Rates 
range from around 1 mg. per sq. dm. per day under the mildest conditions— 

quiet submersion and low degree of aeration—to 60 to 70 mg. per sq. dm. 
per day under the more difficult conditions. Velocity becomes a very 
important accelerant along with aeration, particularly if the water is in 
rapid movement over a localized area. It is this condition that exists within 
condenser tubes handling sea water, a condition for which years ago copper 
had been found unsuitable. 

In one series of tests 2 that ran for 10 years, an average corrosion rate 
of 2 mg. per sq. dm. per day was obtained, with a maximum of 8 mg. per 
sq. dm. per day at localized areas. The specimens were copper tubing, held 
horizontally, with sea water in constant gravity flow through them. In 
other tests copper specimens submerged 83 years in agitated, moderately 
aerated sea water were corroded at rates of 1 to 7 mg. per sq. dm. per day 
and less, 

In another long-time test 23—4 years—copper bars were exposed in 
Bristol (England) Channel at a position where they were submerged 93% 
of the time. The corrosion rates were about 15 mg. per sq. dm. per day, with 
no appreciable localized attack. In another series of tests, over a three- 
year period, bars of copper exposed at half-tide level in Southampton 
(England) Harbor gave rates on the order of 0.5 mg. per sq. dm. per day.*5 
In this latter test a heavy accumulation of mud and oil was believed to 
have been protective. 
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Impingement tests with sea water have led to extremely strong cor- 
rosion of copper. A water stream carrying entrained air impinging at a 
velocity of 10 ft. per second at various angles penetrated copper specimens 
at rates of .048-.15 in. per year (300 to 940 mg. per sq. dm. per day) at 
localized areas. This impingement condition is aggravated as compared 
with ordinary condenser tube conditions, but these rates are an indication 
of the intensity of concentration cells set up by differential velocity. 


An important factor in connection with sea water behavior is that 
barnacles and sea-life do not collect on copper as they do on metals not rich 
in copper. Copper salts resulting from normal corrosion have a toxic effect 
on the organisms. This property is of great value in keeping copper clean 
in marine use and makes it a most useful constituent of antifouling marine 
paint. 

ATMOSPHERE 


Copper is more generally used by far in outdoor atmosphere conditions 
than any other metal requiring no protective coatings. Typical applications 
are electrical transmission, telephone, telegraph and trolley wires, window 
screening, and architectural sheet metal work, as roofing, flashing, spouting. — 
Many are the cases where copper has endured for centuries and the expecta- 
tion of life is often measured in generations rather than years. 


In atmospheres carrying even only traces of gaseous sulfur compounds 
(hydrogen sulfide, sulfur dioxide) copper normally tarnishes, the rate of 
tarnishing increasing with the sulfur compounds. In the absence of sul- 
fur compounds, copper tends to remain untarnished. In industrial and 
semi-industrial outdoor exposure the tarnish on copper develops into a 
pleasant-appearing black to green corrosion product that is common on the 
roofs, flashing and spouting of city buildings. The green patina which has 
a very definite esthetic value, develops slowly, sometimes over a period 
of years. In city atmosphere the green color is due largely to the basic 
sulfate.’ 74 The basic chloride and carbonate are often present. 

These evidences of corrosive action do not reflect a condition of serious 
penetration of the copper. At least some of the corrosion products are 
protective. General experience and actual tests point to penetration rates 
in city atmospheres of around 0.1 to 2 mg. per sq. dm. per day, in rural 
atmospheres perhaps one-tenth of this range. A hundred years or more 
would therefore be required before a sheet .030 inch thick would be pene- 
trated in city exposure; it is likely that penetration rates over long periods 
of time are considerably lower than 1 mg. per sq. dm. per day. Vernon and 
Whitby 7 have examined metal removed after 300 years of service. 

, Very highly sulfidizing 72,79 atmospheres, such as in the neighborhood 
of railway roundhouses, in railway tunnels, etc., are more corrosive to 
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copper, in fact at times these are rapid in their attack—on the order of 


60 mg. per sq. dm. per day—and the attack is often of a pitting nature. 
The results in Table 292 8° indicate the order of penetration rates of 


copper in exposure to different atmospheres, and compare the behavior 
of pure copper and arsenical copper. The duration of the tests was one 
year, and three criteria of damage were used. The specimens were exposed 
outdoors, those giving weight increase results being protected from the 
wash of rain and from dust accumulation, the others being exposed freely 
to the rain. 


TABLE 292.—Copper vs. Outdoor Atmosphere. 
Mg. per sq. dm. per day 


Weight : Loss in 
Atmosphere increment Seabee weight 
method method 
Rural 
Purercoppers 2-2 e 098 85 A7 
Arsenical poo eos eee 09 1.2 39 
Suburban 
Pate. copperecicaces snes 23 1.5 at 
Arsesicalits 2.20 u2)0, pi 1.6 .60 
Mild industrial 
Bure coppers sesaye cca Pil ea .96 
Afsenical hc tetas sek. 30 2.2 87 
Urban 
Par€ copper 72... sce se. 71 1.9 97 
Arsenicalis fee sore, 78 22 96 
Marine 
Pure copperiss.; 50 ats: .24 2.4 91 
Arsenical >)... 27 2.3 mF if 


Using loss in tensile strength. of wires as a criterion of behavior, the 
same investigator, Hudson,*° calculated the average corroded layer of metal 
as .00018 to .00026 inch per year for “high conductivity” and arsenical 
copper. These correspond to 1.1 to 1.6 mg. per sq. dm. per day average 
attack. The specimens were in free open exposure in South Kensington 
(England), the duration being two years. 

Friend ** reports rates of .46 to .63 mg. per sq. dm. per day for seven- 
years exposure of copper in Birmingham (England) atmosphere. 

An example * of accelerated corrosion is the case of the penetration, in 
16-years exposure to industrial atmosphere, of .021 inch copper flashing; 
the penetration occurred in narrow bands at the edge of overlying shingles, 
the remainder of the metal surface being in good condition. The accelerated 
corrosion (8 mg. per sq. dm. per day, localized) was due perhaps to a 
concentration cell of which one element was moisture held stagnant by 
capillarity beneath the edge of the shingles, and the other an adjacent area 
of moisture in relative motion. 
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Hi1GH-TEMPERATURE CONDITIONS 


While copper has certain desirable properties in resisting oxidation at 
temperatures of some elevation, it is not considered a high temperature 
inetal ; its strength and its resistance to hot atmospheres are low compared 
with iron and steel, and iron-chromium-nickel. 

Exposed to pure air copper acquires an oxide coating at normal room 
temperatures, as Vernon 7 has pointed out, and the coating that forms is 
protective in the sense that it increases in thickness at a decreasing rate with 
time. This relationship holds essentially throughout the range from room 
temperature to 1850° F., the rates increasing with temperature. 

The behavior of copper in oxygen at 932° and 1832° F. is indicated in 
Figures 63 and 64, according to tests by Pilling and Bedworth.°* 
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dation Curve. 


Among the conclusions of Pilling and Bedworth are the following: 


1. The high temperature oxidation of copper is a direct reaction between 
copper and oxygen. Water vapor, if present, is inert. 

2. Oxygen pressure affects oxidation in two distinct ways: (a) above ie 
mm. the rate of oxidation increases slowly with pressure; (b) below 0. 
mm. the rate increases rapidly with pressure. 

3. The oxide layer is composed almost wholly of cuprous oxide. The pet 
teristics above outlined are indifferent to the presence of cupric oxide as a 
thin surface film. 


Reducing gases such as hydrogen, carbon monoxide, and hydrocarbons 
have an embrittling effect 5” in the high temperature range on un-deoxidized 
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copper, normally carrying on the order of 0.03 to 0.087% of oxygen a 
cuprous oxide. Gases like hydrogen and carbon monoxide reduce the 
oxide and form water and carbon dioxide respectively. Since hydrogen 
diffuses faster in copper than water vapor, and carbon monoxide faster 
than carbon dioxide, the reaction results in an increased volume that causes 
embrittlement. . ; 

The embrittling action of reducing gases *! increases in severity with Ps 
oxygen content of the metal and the temperature. Bassett and Bradley 
have pointed out that the depth of deoxidation of copper heated in reducing 
gas is greater the less cuprous oxide originally present, at least within the 
range of .015 to .136% oxygen. 

Moore and Beckinsale ** have observed that the effect on copper with 
0.07% oxygen begins to be important at 1112° F. 

Fuller *° has explained the embrittlement of copper heated at 1472° F. 
one hour in an iron pipe filled with sea-sand as due to reducing gas formed 
by carbon in the pipe and organic matter in the sand. The reduction of oil 
films on heating has the same effect. 


MISCELLANEOUS CORROSIVE SUBSTANCES 


Sulfur compounds. Sulfur and sulfur compounds have a strong 
tendency to corrode copper. Against compounds in which the sulfur con- 
tent is low, such as gasoline, the action is confined to tarnishing without 
appreciable penetration.®) 78, 80 Advantage is made of the tarnishing of 
copper by sulfur-bearing compounds in gasoline in a test for determining 
the corrosiveness of gasoline. In this, a fresh copper strip is immersed in 
gasoline at 122° F. for three hours, and if the copper tarnishes, the gas 
is considered too corrosive for use in cars. The results in Table 293 indi- 
cate the quantities of free sulfur that have a tarnishing effect. 


TABLE 293.—Copper vs. Gasoline. 


S 
Heer 80° F, 122° F, 212° F. 

.06 Medium black Heavy black Heavy black 

05 Black spots Medium black Heavy black 

.04 Fine black spots Black spots Medium black 

03 Fine black spots Fine specks Black spots 

.02 Slight discoloration Discoloration Discoloration 

01 Unchanged Unchanged Slight discoloration 

.00 Unchanged Unchanged Unchanged 


An example of the action at room temperature of sulfur compounds 
is the case of a “plastilin” mixture carrying 16% free sulfur and 28% fatty 
acid held against samples of copper. In 7 days the rate at 65° F. was 49 
mg. per sq. dm. per day; at 86° to 104° F. the rate of 128 mg. per sq. 
dm. per day. The specimens were pitted beneath a black coating.® 
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Molten sulfur is extremely corrosive, the rate in 5 hours at 284° F. 
being, in one case, as high as 9,400 mg. per sq. dm. per day.* Boiling 
sulfur is extremely corrosive. A test is recorded *® where a copper rod 
2 inch in diameter was completely dissolved in 4 hours—a rate of 2,000,000 
mg. per sq. dm. per day. 


Chlorinated hydrocarbons. Cold carbon tetrachloride is only very 
weakly corrosive to copper, with rates around 1 mg. per sq. dm. per day. 
In hot carbon tetrachloride copper corrodes at relatively high rates in the 
presence of air and at low rates in the absence of air. The corrosive power 
of the tetrachloride is due to the presence of hydrochloric acid, formed by 
hydrolysis. Exposed in the vapors of a boiling mixture of tetrachloride 
and water for 100 hours, the rate for copper was 18 mg. per sq. dm. per 
day. In this test there was virtual exclusion of air.©1 In another test of 
22 hours duration, a vapor and air mixture gave a rate of 116 mg. per sq. 
dm. per day.** 

Other tests in the tetrachloride and other chlorinated solvents have 
given the rates in Table 294.** The specimens were partially immersed in 
the solvents, in one case with a water layer, in the other without. 


Taste 294.—Copper vs. Chlorinated Hydrocarbons. 
Mg. per sq. dm. per day 


Room Temp. Boiling 

Water No Water Water No Water 

Layer Layer Layer Layer 
Carbon tetrachloride ...... 4 2, _ 873 23 
GOLOLOLI sy eo eisieets in sls oa ,ete> 4 5 65 47 
Ethylene dichloride ....... 1 yr 73 9 
Trichlorethylene ...... ahh 6 tz 38 = 
Mixture of tetrachloride 

and trichlorethylene .... 2 a 1078 25 


The presence of water is seen to have been necessary for heavy corrosion 


to take place. 
Ten-hours exposure in boiling chlorinated hydrocarbons gave rates as 
given in Table 295. The liquids carried seeds (moisture) in one case and 


no seeds in another.** 


TABLE 295.—Copper vs. H ydrocarbons. 
Mg. per sq. dm. per day 


With Seeds Without Seeds 
Carbon tetrachloride ....----++++s++r*" 180 2 
Dichlorethylene ......---+-seeretrctt' <4 3 
Trichlorethylene .....--.-++ssersrer'! te na 
Tetrachlorethane ....----.ee-sesretc 650 tan 
Pentachlorethane .....---+++esseserre af, 
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Further tests showing the corrosive action of trichlorethylene are given 


by Carlisle and Levine.?° 
Molten metals.** Copper is not a satisfactory material for handling 


molten metals—tin, zinc, bismuth, antimony, lead. 
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Chapter XX 


High-Copper Alloys—Brass, Bronze, 
Nickel Silver 


The broad usefulness of pure copper is expanded and magnified by 
the high copper alloys which, often with no serious diminution of corrosion 
resistance, add to its properties a strength comparable with some steels. 
The bronzes—copper alloyed with tin, cadmium, silicon, aluminum and 
other elements—, and the brasses—copper alloyed with zinc—, have evolved 
as strong varieties of copper. 

As a group the high copper alloys behave in corrosion much like 
copper. In the most important exposure, atmospheric, no virtual differ- 
ence exists between copper and the bronzes in having extremely high 
resistance. The brasses, though somewhat inferior to copper and the | 
bronzes in the atmosphere, are useful as a cheaper variation and because 
of special working properties. In sea water, another condition the copper 
group is very widely called upon to handle, copper is better under some 
conditions and the bronzes and brasses under others. 

Bronze, as a term, was applied originally to copper-tin alloys. Those 
with tin contents up to 10% continue to be the most important group. The 
casting variations often carry zinc and lead. Two typical and widely used 
casting alloys are 85 Cu5 Sn 5 Zn 5 Pb and 88 Cu 10 Sn 2 Zn. a 

Perhaps the strongest of the bronzes are aluminum bronze, the aluminum 
running up to 10% with and without iron and nickel, and the 96 Cu 3 Si 
1 Mn type of alloy. Intermediate in strength between these and copper are 
the various alloys with 98 to 99% copper and small contents of elements 
like silicon and cadmium. This group developed to answer the need of a 
stronger material than copper and yet with a good share of the high 
electrical conductivity of copper. 

The copper-zinc alloys range from the low brasses with 10, 15 and 20% 
zinc through 70 Cu 30 Zn and 66 Cu 33 Zn to 60 Cu 40 Zn. A tin addition 
of 1% to the 60 Cu 40 Zn and the 70 Cu 30 Zn is made for the sake of 
better behavior in sea water. The 60 Cu 40 Zn is modified in casting form 
with small additions of iron, manganese, aluminum and nickel (the “man- 
ganese bronzes’’) for markedly better strength and hardness. Lead is 
added to a number of compositions for better machinability. 
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The use of the nickel silvers has developed because they add to the 
desirable corrosion resistance and mechanical properties of the copper-zinc 
alloys an appealing white color. They are capable of being polished them- 
selves to a beautiful finish or to serve as a base for silver or other surface 
plating. These carry up to 30% nickel in a brass mixture. Their principal 
uses are for table flat-ware, restaurant and soda fountain sheet metal work, 
in plumbing fixtures, and casting work in food processing plants and in 
miscellaneous stampings and wire products. 

The copper alloy group have reasonably good resistance to acid’ solu- 
tions, provided the, oxidizing capacity of the solution is not high. They 
ordinarily are not the best-suited metals for handling alkaline solutions, 
but against neutral salt solutions and waters, both fresh and sea, they are 
very widely used. They are moderately satisfactory with food products. 
Great resistance to the atmosphere and waters accounts for the larger part 
of their utility as corrosion-resistant metals. 


Two-METAL GALVANIC BEHAVIOR 


The copper alloys, like copper, are cathodic to iron and steel, aluminum, 
lead, tin, and zinc, and to the chromium alloys when in their active con- 
dition. Nickel often is anodic to copper, but accelerated corrosion usually 
is not pronounced in the milder exposures. Nickel-copper is so close to the 
bronzes electrochemically that it is apt to alternate polarity. On the other 
hand the brasses are in most cases anodic to nickel-copper. 

Brasses and aluminum bronze are closely similar in electrochemical 
behavior, and both are definitely anodic to copper and the high copper 
bronzes. In active corrodents galvanic acceleration with such couples 
would be recognizable. 

The results of one test on galvanic behavior are worth mentioning. 
With a strong solution of quiet sodium chloride as the electrolyte, the 
polarity in open circuit was determined for several combinations of copper 
alloy couples. No current was found to flow in any combination, on clos- 
ing the circuit, indicating that accelerated corrosion was either absent or 
extremely low.3* (See Table 296.) 


TABLE 296.—Copper Alloys—Galvanic Behavior. 


Cathode Anode - Volts 
Bronze (85 Cu5 Sn5 Zn 5 Pb) Brass (70 Cu 30 Zn) 013 
Copper Bronze .035 
Copper Silicon-manganese 
bronze (96 Cu3 Sil Mn) .038 
Bronze Silicon-manganese bronze .002 
Silicon-manganese bronze Brass 011 
Monel (68 Ni 29 Cu) Bronze 066 


Monel Silicon-manganese bronze .048 
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In acid solutions coupling of different copper alloys is likely to lead to 
accelerated attack of undesirable intensity. 

The coupling of iron and the copper alloys is common enough in 
equipment hahdling neutral solutions and waters. Iron is both anodic to 
bronze and moderately attacked by neutral solutions carrying dissolved 
oxygen. If such solutions are good electrolytes, like sea water or brines, 
definite acceleration will occur. Aerated sea water will corrode iron at 
about 20 mg. per sq. dm. per day. Coupled with large areas of copper alloy 
the rates might climb two or three-fold. In one case bronze screws were 
used to attach a bronze tongue to a cast iron centrifugal pump casing, 
handling sea water. The water washed the assembly at rather high velocity. 
Within two months the cast iron was severely attacked and the screws 
were loose due to corrosion of the threads of the iron. 

In fresh water, couples of copper alloys, or of a copper alloy with iron 
are rarely dangerous. Accelerated attack of the iron tends to become 
noticeable where the area of iron is small and the area of copper alloy 
great, as in the case of a steel bolt in a copper alloy plate. In aerated waters 
iron even when uncoupled becomes noticeably attacked. 


DEZINCIFICATION 


Copper in solution will tend to plate out cathodically on copper-zinc 
‘alloys with the equivalent in alloy passing into solution. The greater the 
concentration of copper ions and the higher the zinc content of the alloy, 
the greater is the tendency for the copper to plate out. The corrosion of 
the higher zinc brasses under certain exposure conditions introduces copper 
ions in sufficient concentration into the interfacial film of solution to bring 
about deposition of copper. It is this phenomenon that is known as dezin- 
cification. The subject has been dealt with in a number of papers, ® * ® 
9, 19, 20, 47, 52 nerhaps most effectively by Bengough and May.?° 

Dezincification is not often serious. Brass with zinc ranging from 30 
to 40% is widely used as steam-condenser tubing. In sea water, tubes of 
the 30% alloy frequently have given as much as twenty-years service, and 
more. Even though these may at times be dezincified the progress of the 
attack has not been sufficient to destroy the usefulness of the tubes. In fresh 
waters, tubes of both the 30 and the 40% zinc alloys are very widely used, in 
a great many cases with success. Brass with 20% zinc has at times suffered 
serious attack of this type but is definitely more resistant than brasses with 
higher zinc. The 15% zinc alloy is an improvement over the 20% zinc 
alloy; in fact the former is considered essentially free from attack under 
all normal conditions of use. 

Brass with 40% zinc is of a two-phase nature, the two constituents being 
known as alpha and beta, The alpha constituent carries less zinc than the 
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beta, and consequently is less susceptible to dezincification than the beta. 
Muntz metal with its 40% zinc content and “naval” brass with 39% zinc 
and 1% tin are both two-phase alloys, and are sufficiently susceptible that 
for sea water they are seldom considered satisfactory. On the other hand, 
the “manganese bronzes” carrying approximately the same zinc content are 
often used in sea water, for such purposes as propeller wheels and other 
heavy castings. The use of manganese bronze for propellers is dictated by 
the hardness of the alloy, carrying as it does small contents of iron and 
sometimes aluminum and other elements. Actually such heavy parts may 
stand dezincification that would be seriously rapid if taking place on metal 
of thinner section. »' 

In fresh waters, more particularly of high chlorine content, though not 
necessarily so, dezincification sometimes takes place with Muntz metal. 
It has been observed, for instance, with the natural waters of Washington, 
D. C., Dedham and Brookline, Mass., in sufficient intensity that pipes in 
households have changed to porous copper through the entire thickness, in 
20 to 25 years time. It is not clear whether hard water or soft water is 
the more reactive. 


As stated above two necessary conditions for dezincification are high 
copper-ion concentration, and high zinc content in the alloy. There is a 
third condition that has been pointed out by Bengough and May,?° namely, 
relatively low degree of aeration. This, strictly speaking, is associated inti- 
mately with the copper-ion concentration, since it has been shown that the 
ingress of dissolved oxygen into the interfacial layer at the surface of 
dissolving brass leads to precipitation of a copper compound. The conse- 
quence of course is a lessening of copper-ion concentration. 

Bengough and May have pointed out the extreme complexity of the 
chemical reactions taking place at the surface of corroding brass. They 
have distinguished as many as twelve precipitated compounds, all of which 
may influence the protectiveness of the film that develops on the metal. 
It is this film, when of a certain nature, that pockets solution sufficiently 
to let copper-ion concentration build up, and that offers an obstacle to the 
ingress of dissolved oxygen. Whether the corrosion product film will be 
of the type to prevent corrosion, or to promote dezincification, or to allow 
general dissolution without copper deposition can scarcely be anticipated in 
the present state of knowledge. 


A number of observations have been made, in the study of dezincification, 
that are well to mention here. One is that action sometimes is localized 
and severely penetrating and at other times generally spread over the 
surface and of shallow depth. So-called plug type dezincification occurs 


at times on steam-condenser tubes handling sea water, although why the 
action takes this form is not clear. 
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Another fact is that scales high in zinc compounds seem to favor 
dezincification by being especially resistant to the penetration of oxygen. 
The presence of 1% tin in 70 Cu 30 Zn favors resistance to dezincifica- 
tion. Thus, Bengough and May ?° found the appearance of copper deposi- 
tion on Admiralty metal was delayed for about two months as compared 
with regular 70 Cu 30 Zn, and furthermore the total amount of deposition 
was less. Also the presence of .01 to .02% arsenic was found definitely 
to prevent deposition of copper. The presence of iron and probably man- 
ganese favors dezincification. 

Dezincification in sea water is intensified by the presence of more cathodic 
metal in galvanic couple with the brass. Where the cathodic metal is exten- 
sive in area the action has been observed to be remarkably rapid. 


Dezincification takes place in atmospheric exposure, though at a very 
slow rate.28 It is apt to become damaging only in the case of thin section 
metal, such as fine wire. Moist sea coast and urban atmospheres are 
undoubtedly more conducive than other atmospheres. 

Aluminum bronze is subject to attack similar to dezincification, though 
the action can scarcely be referred to as dezincification. Copper tends to 
plate out on aluminum bronze, with an 8% aluminum content for instance, 
as it does on brass. Whether the tendency is greater or less, and whether 
or not it exists under the same range of conditions, as in the case of brass, 
cannot be stated. It has been observed a number of times after exposure 
in warm dilute sulfuric acid, to the depth of three quarters of an inch of rod. 


CoRROSION CRACKING OF BRASS 


Under some corrosive conditions, in which it is otherwise satisfactory, 
and when proper precautions are not taken, brass of high zinc content may 
be subject to corrosion cracking, known also as season cracking. °1 This 
type of behavior is distinct from corrosion fatigue in that the stresses, 
which in combination with corrosion lead to corrosion cracking, are of a 
static nature rather than dynamic or cyclic. Furthermore, the action pro- 
gresses along grain boundaries. 

More study of this phenomenon has been done in connection with brass 
than with other metals, because the large quantities of brass used under 
conditions which cause it, have made material for such study available. 
Corrosion cracking occurs also in other metals. 

In the cases where brass is affected by corrosion cracking internal strains 
imposed by cold working are usually present. Strain-relief annealing, fol- 
lowing cold work, can be counted on as a complete preventive of corrosion 
cracking from such strains. Externally applied stresses may also cause 
corrosion cracking, and at certain critical values such stresses may result in 
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corrosion cracking of brass and other metals, whether or not they have 
been properly annealed. 

Although exposure to moist ammonia atmospheres and mercury salt 
solutions is particularly drastic in producing cracking, exposures as mild 
as atmospheric will produce it over a period of time. A number of cases 
are on record where brass has spontaneously cracked under mild conditions 
as in indoor atmosphere, especially after rapid changes in temperature. On 
the other hand, a good many other exposures have no effect. Thus tons of 
condenser tubes of 60 Cu 40 Zn are used in fresh waters and 70 Cu 30 Zn 
and 70 Cu 29 Zn 1 Sn in salt waters, in the presence of externally applied 
stress if not cold working strains, without cracking. Acids as a rule do not 
cause it. Traces of ammonia in the atmosphere are believed to be a potent 
agency. 

Corrosion cracking, like dezincification, is almost unknown in brasses of 
zinc content below 20%. The two-phase brass compositions, such as 60 Cu 
40 Zn, are more susceptible than the one-phase group with less than 33% 
zinc. Since the two phases respond differently to heat and both hot and 
cold working forces, it is believed that even uniform treatment of this type 
may produce unevenly distributed internal strain.42 Cracking for the most 
part takes place in an intercrystalline manner ; occasionally in the two-phase 
alloys cracks have been observed to transgress the beta crystals. 

A positive test for the presence of the strains which produce corrosion 
cracking is the characteristically intercrystalline action of mercury salt 
solution. Corrosion cracking which has been known to affect cartridge 
cases in atmospheric exposure can be forecast by subjecting typical samples 
to a four-hour exposure in strong mercury solution. 

A common method of preventing corrosion cracking is by annealing 
work-strained metal at about 500° F. for an hour or so. This treatinent 
will not affect mechanical properties in an important way, and still is sufficient 
to relieve practically all the unevenly distributed stress. In the case of 
drawn tubes, Crampton has found it possible to avoid susceptibility of 
cold-worked brass, by modifications in drawing practice. 


CoRROSION AND FATIGUE 


Copper alloys have been included in the investigations? 38 of “corrosion 
fatigue,” in which specimens were tested in a rotating cantilever beam 
fatigue machine while the specimens were exposed to a stream of water. 
Whereas the endurance limit of copper was not altered by the water stream, 
the endurance limits of various brasses and aluminum bronze were lowered 
somewhat. The curves of Figure 65 include the air-endurance curve of 
73% aluminum bronze (2.9% iron) having a tensile strength of 90,000 Ibs. 
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Ficure 65. Aluminum Bronze vs. Fresh Water in Fatigue (1450 r.p.m.).” 
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Ficure 66. Annealed 62 Cu 37 Zn vs. Salt Water in Fatigue (1450 r.p.m.)." 
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per sq. in., together with results in carbonate fresh water and a saline water. 
The damage to 62 Cu 37 Zn, both annealed and cold worked, is indicated in 
Figure 66. 

It was also found that,—in common with steels, stainless steels, Monel, 
and aluminum alloys,—specimens of aluminum bronze suffered a loss in 
fatigue strength by previous exposure, unstressed, in tap water. The 
damage corresponded to a 15% drop in fatigue limit from 160 days’ previous 
exposure.38 

AcIps 


Against acids the copper alloys behave as a group in much the same way 
as copper,. and the rates of attack of the various kinds of alloys cluster 
around those of copper. In practically all acid exposure—the principal 
exception is the very rare case of air-free solution—the rates of attack are 
definitely appreciable and in many cases moderately high. The corrosion 
introduces copper ions into the diffusion film against the surface of the 
metal. All the alloys when corroding have this film carrying copper ions 
as a common condition. Its presence is in a sense a control over the rate 
of subsequent corrosion, for the metal-ion solution cells, that are normally 
associated with such a film, are as important a factor in- determining con- 
tinued corrosion as the oxygen that the solution itself supplies to the 
reaction. 

Several of the alloying elements of copper, besides improving other 
properties, have a definitely suppressing effect on corrosion in certain condi- 
tions. This has been observed with aluminum, zinc, silicon, possibly tin. 
An unusually good example is given by the data in Table 297 7 obtained in 
alternate immersion tests running 216 hours. The tests were of an accel- 
erated nature, and the rates therefore were much higher than would be 
experienced in simple, quiet-immersion tests. 


TABLE 297.—Copper-silicon Alloys vs. Acids. 


Alloy Mg. per sq. dm. per day 
o4 10% Hydrochloric 10% Sulfuric 
Copper silicon room temp. - 140° F. 
99.31 57 - 1500 2680 
99.10 78 1260 2820 
98.42 1.14 1060 2430 
97.96 1.61 820 1940 
97.27 2.12 710 1310 
96.45 2.56 640 1430 
95.83 3.04 690 1080 
96.03 3.17 710 1210 
94.60 4.01 760 870 


The apparent beneficial effect of zinc additions against hydrochloric and 
of aluminum additions against several acids is sometimes even more marked. 
But in these latter cases, where the zinc is present to the extent of 30 to 40% 


= 
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the lower rates as compared with copper and other copper alloys are not 
necessarily indications of a lower degree of attack. Actually the true rates 
may be fully as high, at times higher, but the deposition of copper from the 
solution has obscured the fact insofar as weight-loss measurements are 
concerned. Such dezincification, or “de-aluminification,” is a common 
occurrence with the high zinc alloys of copper and the copper-aluminum 
alloys in acids. In fact the high zinc brasses seldom are useful with strong 
acid solutions on account of the tendency to corrode in this fashion. 

Leaded bronzes often are considered particularly suited for handling 
sulfuric acid solutions, a view based on the well-known protective film- 
forming capacity of lead itself in sulfuric. It is possible that the belief is 
justified in the case of bronzes with sufficiently high lead, yet the following 
results in aerated, agitated sulfuric acid would indicate that a lead content 
of at least 15% has not the desired and expected effect.33 The tests were run 
at room temperature for 24 hours. (See Table 298.) 


TABLE 298.—Copper Alloys vs. Sulfuric Acid. 
Mg. per sq. dm. per day 


5% acid 15% acid 50% acid 
YS ONT BS SST OA es ee gn 250 150 53 
SCENES yo Wetd Bt <2 oes eae 360 245 83 


Copper itself is often more resistant than its alloys to acid solutions, as 
indicated by some of the results in Table 299 from tests made on specimens 
placed in various exposures in the plant of a large chemical company.** 


TABLE 299.—Copper Metals vs. Acids. 
Mg. per sq. dm. per day 


Brasses 
Copper Bronzes 
Acetic acid , 
80% crude, room temp., bottom of tank .........+-- 35 47- 64 
80% pure, room temp., bottom of tank .......-.-.. 68 76—- 94 
80% pure, room temp., top of tank .......-+++-++- 130 520-650 
Formic acid 
90%, 212° F., submerged ......--.--eseeeeeceeeers 240 210-270 
90%, 212° F., vapors ...--eeeeecereceeecercteeres 36 35-320 
90%, room temp., bottom of tank.......-..+.+++-- 81 41- 82 
90%, room temp., partial immersion .....--.-+-+++ 75 55-150 
Lactic acid 
30% spent liquor, 80-150° F. ....-.-ee seer eee e eres ¢ yee: 


548% during concentration in vacuum ...-.+-+-+++- 


The better resistance of copper is seen to be by no means a consistent fact. 

Tin as a rule seems more to be without benefit than otherwise in its 
effect on copper in acid exposure. Of forty comparisons covering a wide 
range of acid exposure conditions—dilute, concentrated, aerated, non- 
aerated, hot, cold—in thirteen cases copper was somewhat better than the 
tin bronzes and in nineteen cases there was no appreciable difference. 
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A rather interesting comparison of the possible effect of 1% tin in 70 
Cu 30 Zn is given by the data in Table 300.8 The specimens were submerged 
3 days in quiet .002 normal acid at 122° F. 


TABLE 300.—Copper Metals vs. Acids. 
Mg. per sq. dm. per day 


Hydrochloric Sulfuric 
Copper 46 cocaine tae cee 233 150 
70 Cu SO Zn oto. eect ssa eaceers neh ada 214 143 
70 Ca29 Zn US’ ss papas ee oes eee 53 33 


This result must be used with caution, however, in view of the possibility of 
dezincification. , 

An indication of the possible effect of zinc and tin is given by the follow- 
ing set of data comparing copper and 70 Cu 29 Zn 1 Sn in a weakly and 
strongly corrosive acid respectively, and under both aerated and unaerated 
conditions.2, The solutions were one normal in strength, and the duration 
48 hours following previous 48-hours exposure. (See Table 301.) 


TABLE 301.—Copper Metals vs. Acids. 
Mg. per sq. dm. per day 


a ay Hydrochloric Acetic 
ondition 
Copper 70 eee Zn Copper 70 ee Zn 

Total immersion 

Cuiet ven vecevamea tees 320 95 18 20 

Air-agitated 2. 5000 3300 65 71 
Alternate immersion 

Continuous;,y eee 3200 1900 35 48 

Intermittent ....'..>35 800 350 14 45 
Spray.(30 days). 3... ee 290 280 76 110 


This concentration of hydrochloric is definitely more corrosive to copper 
than to the brass, yet here again the possibility of copper cementation on 
the brass would make this an apparent rather than a real difference. At any 
rate, of forty-four available comparisons in acid exposure, no appreciable 
difference between copper and the zinc alloys was evident in ten cases, the 
zinc alloys were better in sixteen cases, and worse in eighteen. 

A review of the data on acid resistance of the copper alloys brings out 
the interesting point, therefore—and one that is not usually realized—that 
no marked difference in general resistance exists among the different types. 
Furthermore, rarely if ever is it true that one type of alloy is better than the 
others in resistance to a single acid in the various concentration, aeration and 
heat conditions in which the acid may exist. Differences in resistance 
among the various alloys are often apparent in any one exposure condition, 
but these differences are in most cases of minor account, and—a rather 


important point—almost always unpredictable from experience other than 
under this very same condition. 
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In other words it is not possible to predict, with any degree of accuracy, 
that this or that high copper alloy will be more suitable for handling this 
or that acid under a given set of exposure conditions. If ever it becomes 
possible so to predict, it will be because of the accumulation of a far larger 
body of test data than at present is available, and because the tests yielding 
the data are far better controlled in the important factors of corrosion than 
is true of most tests made to date. It appears extremely unlikely that even 
these developments will bring out a fundamental advantage, in actual use, 
for any one type of alloy, at least of those developed so far. Corrosion 
exposure in chemical processing almost never involves the very delicate 
_ control of conditions than are required for reproducible results in corrosion 
testing, and the wider the range of conditions that a given piece of equip- 
ment is asked to handle the more nearly alike in behavior the different alloys 
of which the equipment might be constructed will become. 

One circumstance should be mentioned at this point as an exception to 
this general thesis, and that is the susceptibility of aluminum bronze and 
high zinc brass to the reprecipitation type of attack. This fact tends to throw 
these two types of alloy into a somewhat inferior position in acid exposure. 

Now will be given a number of sets of data in which various copper 
alloys were tested under similar conditions. 

The rates in Table 302 4¢ were obtained in a single solution—vinegar of 
4% acetic content—at 68° F. for 100 hours. 


TABLE 302.—Copper Metals vs. Vinegar (Acetic Acid). 
Mg. per sq. dm. per day 
Alloy Quiet 


Tocrion Aerated Spray 

opper ......-- hens Oils ean nna ess 8 51 200 
- Cu DO Siu eee case tas | sin esieis's 17 120 140 
BOMETIO OST Ue Diteisieskesi ciere' =e s 1619» 35 95 115 
75 Cw 10-9015 Pb sic ceca. vere eeetee 61 110 150 
(UR TE SEN TIED 9g ep eee Pee 61 120 620 
85Cu 5Sn 5Pb5Zn ....ce..eeeees 28 97 140 
B6 Gu 8 $0. OPP seicesn caecceseses 25 80 115 
MeO He A PO ices csssanc.ces oss 16 65 170 
89 Cu 2.5 Fe 4.5 Al4 Mn ........000e- 16 72 206 


Tin bronzes with zinc, lead and antimony additions were tested in the 
acids given in Table 303.%* The tests were run over an 8-hour period, with 
constant agitation. 

The data in Table 304 are interesting in that they compare phosphor 
(tin) bronze, silicon manganese bronze, and brass, in acid solutions, cold 
and hot, aerated and unaerated. The acid was 90% formic, the duration 


from 7 to 27 days.** 


ae ee =e a 
; 
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Taste 303—Copper Metals vs. Acids. 
Mg. per sq. dm. per day 


Hydrochloric Phosphoric Sulfuric 

6% 5% 5% 
89 Cat7 > Sn 420 © sie sg Rae oe 1370 310 380 
85 Ca-.6". Sn OD: Anl bie. ue ie aeaaes 1250 150 440 
86-'Cu. 420 1Sn4 Zn tcc, oe eee 1310 280 690 
62.0 107Sad Zee bakes ee 1190 290 810 
84 Ca595 Sn. Pb &. 1, cases lea 1760 320 -1180 
83:Cu 10 Sas Phe: weave enone 1600 330 1060 
87 Cu 9:5 Si a Sb us tc ween ee eee 1830 260 460 
65 Ca 'S:7 Sn5 Sb ee ieee. opts (970 340 1060 


TABLE 304—Copper Metals vs. Formic Acid. 
Mg. per sq. dm. per day 


Room temp. 2127 FE: 
Alloy Partial 
- Submersion lanetn a Submersion Vapors 
COODER toceahees tans 81 75 240 36 
Phosphor (tin) bronze 57 140 280 36 
Silicon-manganese 
bronze 

Everdur ...... 65 50 205 53 

Herculoy ..... 41 78 210 65 
Rowbrassi70. costae 77 72 230 35 
Mightbrases. sense 80 86 240 320 


In Table 305 ** a large number of alloys were tested in aerated pure 25% 
phosphoric at 203° F. The duration was indefinitely greater than 24 hours. 
There is extreme variation in the degree of attack. 


TasLe 305.—Copper Metals vs. Phosphoric Acid. 


_ Alloy . Mg. per sq. dm. per day 
Coppet. sir.c wen wate ele < ae ge eee 2100 
Aluminum bronze 


87 Cus 7 BALST Fe: oo ears ote 1700 

89 Ca. 8: VATZ.8 Fema ee eee 5200 pitting 

86 Cal SAbt) Fey to ee ee 280 +“ 
95.5:Gni3'S1 1.2'Min “9.5. fica eee eee 9300 fine pitting 
Brasses 

$75 Cu JOS 2a wit yts eee ee eee 140 

665: C132.5-Z2i0 he. ae deere Cee 170 

60, ; Cu 39 oZn Si ee ee ee 430 

683, Cu 23> ZnS Mane Fes. cee 180 
Nickel bronze 

ZA CWIGNDS 7 Fe 55 :Al - +e ee 11,000 

2) CaO Ni 225i 2 Nee, ek eee . 1,400 

88 CaS NiS Sn ee eee 8,000 pitting 


Finally, in Table 306, are results comparing two quite unlike alloys under 
strong aeration and agitation conditions. These illustrate well the relative 


similarity in resistance of copper alloys, under carefully controlled test 
conditions. The tests were run 20 hours. 
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TABLE 306—Copper Alloys vs. Acids. 
Mg. per sq. dm. per day 


Aluminum bronze aah james 
Sulfuric Pee a 
Telia. Be saben c Thee eae as ic 914 
BLO: Tot, 3 Mane i Oe Kips oe a Sn 691 > 
OER as ee 
O— 160 TE Ate bh Seda ee civ g v's 1423 
Gen 108 ent see Laeatd Reads 740 gp 


Nitric acid.?* 3? The copper alloys are not useful with nitric, rates 
running up into the thousands mg. per sq. dm. per day. 


Hydrochloric acid.” * 14: 22, 26, 30, 32, 33, 35, 39, 48,53 This is the most 
corrosive of the non-oxidizing group of acids to the copper alloys. In 
dilute and moderately dilute concentrations in quiet exposure rates run 
around 40-200 mg. per sq. dm. per day. Aeration, increasing tempera- 
tures, and increasing concentration are strongly accelerating, rates run- 
ning up over 1000 mg. per sq. dm. per day. 


Sulfuric, acid.77/872* 2%. 80, 82,35, 85,:89,'48, 53. The copper alloys are 
fairly resistant to sulfuric solutions, with rates on the order of 10 to 100 
mg. per sq. dm. per day in quiet exposure for concentrations up to around 
80%. Aeration is strongly accelerating, particularly in the 1 to 20% 
range of concentration, with rates running up to 100 to 400 mg. per sq. 
dm. per day. Sulfuric in the pickling of steel has a 5 to 10% concentra- 
tion and is used moderately hot. Under these conditions, where aeration 
degree is low, rates run on the order of 100 to 200 mg. per sq. dm. per day, 
with a two or three times acceleration if the acid should become aerated. | 
Leaded bronzes and aluminum bronzes are used in this service, the latter 
frequently corroding with cementation of copper. 

Acid over 75 to 80% in concentration, particularly when hot, cannot 
safely be handled with the copper alloys. 


Sulfurous acid.3?: 36 Before the advent of the stainless steels bronzes 
were widely used for handling acid sulfite and sulfurous solutions. Even 
now they are used to some extent in sulfurous-sulfuric mixtures that 
destroy the passivity of stainless. Hot sulfite liquors found in the sulfite 
process of paper-making corrode bronzes on the order of 1000 mg. per 
sq. dm. per day and greater. At ordinary temperatures the rates are 
lower, being on the order of 100 to 200 mg. per sq. dm. per day, perhaps 
at times higher than this. 


Phosphoric acid.1* 34 355° Pure phosphoric in the cold and of low 
aeration degree is reasonably well resisted by copper alloys, with rates 


~ 
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ranging down below 100 mg. per sq. dm. per day. Higher temperatures 
are rather strongly accelerating, pushing rates up into the 400 to several 
thousand mg. per sq. dm. per day range. Crude phosphoric carrying 
ferric iron is extremely corrosive, particularly when diluted. 


Acetic and other hydroxy-acids.2”: 26 30 33, 35, 3%, 45,48 Tn quiet, room- 
temperature exposure corrosion rates run around 10 to 100 mg. per sq. 
dm. per day. Agitation, aeration, and elevated temperatures push the rates 
up into the 50 to 600 range. 


Oxidizers in acid solutions.5? Oxidizers like ferric salts, cupric salts, 
mercuric, stannic salts, etc., are strongly accelerating on corrosion of copper 
alloys. Such substances, present even in rather low quantities, multiply 
corrosion perhaps several-fold. Mention has already been made of this 
in connection with phosphoric; ferric salts are found also in sulfuric- 
aluminum sulfate mixtures and in acid mine waters. Attack by such sub- 
stances is likely to be rapid. 


Water-line attack. The behavior of aluminum bronze in acid water- 
line tests has points of interest.22 The specimens were partially immersed 
in quiet solutions for ten days at room temperature. In one normal sulfuric 
large quantities of moist, blue-green salts formed over the unsubmerged 
surfaces, with a water-line zone of redeposited copper; immediately below 
this zone the metal was brightly etched, the remainder of the submerged 
portions being attacked only slightly if at all. In one normal acetic, pale 
green salts developed though to a less extent than in sulfuric. Pitting 
occurred at the water-line but no copper deposition, and the submerged 
surface was lightly etched. In one normal and one-tenth normal sulfurous, 
corrosion of the pitting type was heavy on both submerged and unsubmerged 
surfaces, with deposition of copper at the water-line. Water-line exposure 
should not be considered particularly severe on this alloy nor on copper 


alloys in general. Due to solution cells that develop, it is corrosive to 
many metals. 


Caustic ALKALINE SOLUTIONS 


Copper alloys, like copper, are useful with caustic alkaline solutions in 
spite of their indifferent resistance to them.® **, 35. 8% 53 At ordinary tem- 
peratures in quiet exposure rates range around 1 to 10 mg. per sq. dm. per 
day ; agitation, aeration and higher temperatures push rates up to 20 to 
50 mg. per sq. dm. per day. 

An indication of behavior of the high copper alloys can be gained from 
the data in Table 307 on a brass composition and on copper itself 22 in one 
normal sodium hydroxide. The tests were made at room temperature for 


a duration of 48 hours following previous 48-hours exposure. The spray 
tests ran 30 days. 
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TABLE 307.—Copper Metals vs. Sodium Hydroxide. 


Corrosion Rate 


Condition Mg. per sq. dm. per day 
Total pac rsion Copper 70 Cu 29 Zn 1 Sn 
MAGES ca ciky ha qemu se is ges sinners sicle 2s 14 

xa teaeitateg Mn ce eaecchte Sikes ate Cat slits 20 3 
Alternate immersion 

AEGMINMOUS Coe ie Ges Ne hee chee ea 29 54 Pe 

Intermittentarcecrn ome oe eke vee ee 14 24 
PVA AVE Ve re setae kg cchotec sx 2 1 


Although no specific data are available to make it certain, the nickel- 
silver alloys probably have better resistance than the other metals of the 
group, against caustic alkaline solutions. 


AMMONIUM HyYDROXIDE 


These alloys like copper are very rapidly attacked by ammonia solu- 
tions.14 22 In fact it is well to keep the brasses, bronzes, and nickel silvers 
away from ammonia conditions of any nature. Cold-worked brass of high 
zinc content that has not had a suitable strain-relief anneal is susceptible to 
corrosion-cracking in exposure to moist atmosphere carrying even small 
contents of ammonia. 

The rates in Table 308 were obtained in moderately dilute ammonia 
solutions. The tests 22 were made at room temperature over a 48-hour 
period following previous 48 hours exposure. The spray test ran 30 days. 


TaBiEe 308.—Copper Metals vs. Ammonium Hydroxide. 


Corrosion Rate . 
Condition Mg. per sq. dm. per day 
Copper 70 Cu 29 Zn 1 Sn 
Total immersion 
OUTUES Ses et Aa ee oe 160 95 
Air-agitated .......cc.essseeseeses 430 570 
Alternate immersion 
CEOOTIDUIOUS | feces conics mse wae ene’ es 870 1400 
Intermittent .......00-ccoresesees 205 220 
BGEAG) cece oes cc scte ce'nr vtuscterstnececs ae 21 


SALT SOLUTIONS 


The copper alloys are widely used handling salt solutions 1* 31; 3% 4° of 


various kinds, particularly those that react neutral in aqueous solutions. 
Among these are soluble nitrates, sulfates, chlorides of sodium, potassium, 
magnesium and calcium. Corrosion rates in these range around 1 mg. per 
sq. dm. per day, perhaps somewhat higher in agitated, aerated exposure and 
somewhat lower in quiet. The chlorides are more corrosive than the other 
salts, especially under strong agitation and aeration conditions where metal- 
ion concentration cells become active. Thus a silicon-manganese bronze 
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was attacked at a rate of 60 mg. per sq. dm. per day in air-saturated, agitated, 
two-day exposure in 3% sodium chloride.** Against chlorides the brasses 
are definitely better than the non-zinc alloys of the group. A comparison 
between copper and 70 Cu 29 Zn 1 Sn is given in Table 309. The high 
copper bronzes are rather similar in behavior to copper itself . These tests 72 
were made at room temperature, over a 48-hour period, following pre- 
vious 48-hours exposure. The spray tests ran 30 days. 


TABLE 309.—C opper Metals vs. Sodium Chloride. 


Corrosion Rate 
Mg. per sq. dm. per day 


Condition caatee 70 Cu 29 Zn 1 Sn 

Total immersion 

Quiet: 349. Fick ae ee 16 11 

Air-agitated \uipsutsn ce; - a ee ee 29 11 
Alternate immersion ; 

Continuous n6ss5., ae ee 17 8 

Intermittent Kaos. Weveen bio adee 6 3 
Sprays SvoGus dap Pore eee ee 3.5 4.5 


On the other hand the high zinc brasses (30 to 40% zinc) are suscep- 
tible at times in chloride exposure to dezincification. 

Ammonia salt *> °* solutions are strong in their action on these copper 
alloys, and cannot usefully be handled with them. This is particularly 
true of the chloride. Rates range around 50 mg. per sq. dm. per day in 
quiet exposure and much above this when strongly agitated. 

Of the alkaline salts, the carbonates 14 are reasonably well resisted, rates 
apparently remaining below 20 mg. per sq. dm. per day. The alkaline 
silicates, phosphates, dichromates, etc., have slight if any action. With 
these the expected action of the alkali is suppressed by the formation of 
silicate, phosphate, dichromate films. Exposure in dichromate, aerated and 
unaerated,” has given rates of 1 mg. per sq. dm, per day and less. 

The alkaline hypochlorites and cyanides on the other hand are not use- 
fully handled with the copper alloys, rates ranging up over 100 mg. per sq. 
dm. per day. 

Acid salts such as aluminum chloride act like the corresponding acids 
and are mildly to strongly corrosive when agitated and aerated. Salts that 
are oxidizing as well as acid are strongly corrosive. Thus the soluble ferric, 
stannic, mercuric, cupric, and silver salts are better not used with the copper 
alloys. Rates under average conditions would range above 100 mg. per sq. 
dm. per day, often well above this. Mercuric salts cause rapid corrosion 
cracking of high zinc brasses carrying internal strains, as mentioned earlier. 

A set of experiments °° has been made with aluminum bronze specimens 
partially immersed for eleven days in quiet one normal solutions of various 
salts. In magnesium chloride a greenish corrosion product accumulated at 
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the water-line; in sodium carbonate the corrosion product was more pro- 
nounced, with pitting at the water-line ; in aluminum sulfate pitting occurred 
at the water-line and below; and in ammonium chloride numerous broad 


water-line pits occurred. Water-line exposure of course favors concen- 
tration cell action on most metals. 


Foop Propucts 


Brass, bronze and nickel silver are widely used in handling food products, 
for such equipment as valves, fittings and pipe lines, pump parts, screens, 
filters, fastenings. The advantages of these metals lie in the avoidance of 
the rusting of iron parts, low cost as compared with most other non-rusting 
metals, and reasonably good resistance to the products. Disadvantages 
include the accumulation of unsightly green corrosion product on the metal, 
possible discoloration of the foodstuff, and fear of copper absorption in 
toxic quantity by the foodstuff. Often, and very successfully, the copper 


alloys are coated heavily with tin as a preventive of these undesirable 
features. 


The nickel silvers have an appearance advantage over the brasses and 
bronzes, and often a somewhat better resistance to tarnishing and green salt 
accumulations. These, in common with the other copper alloys, are subject 
to blackening by sulfur-bearing foodstuffs, such as some vegetable products. 


Actual corrosion rates in food product exposure are usually low to 
negligible—around 1 mg. per sq. dm. per day and less for the neutral sub- 
stances, 1 to 20 more or less for acid products like cold milk and fruit 
juices, and somewhat higher for these under the more severe conditions of 
aeration or heat.11.16. 30. 45, 53, 69 


WATERS 


Corrosion rates of the copper alloys in natural fresh water 1* 7° °° are in 
general low to negligible. Perhaps 1 mg. per sq. dm. per day would be a fair 
rate for average conditions, which would include quiet exposure and waters 
in moderate flow or agitation. These compare with average rates for iron 
of 10 to 20 mg. per sq. dm. per day and higher. Precipitation of salts from 
waters is more than likely to act in a protective manner. Tremendous ton- 
nages of copper metals in the form of pipe, fittings, valves, etc., are used 
handling fresh waters—brasses, tin bronzes and silicon-manganese bronzes 
and copper itself as wrought metals, and the. high copper bronzes with tin, 
zinc and lead as castings. Nickel silver both wrought and cast is used in 
plumbing where appearance is considered particularly desirable. 


High zinc brasses in certain types of waters, notably chloride and hard 4 
waters, are susceptible to slow dezincification. As an example, in the course 
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of years brass pipe handling household water supplies in the suburbs of 
Boston, and in Washington, D. C., has become locally or completely dezinci- 
fied. In this condition, though the pipe may retain its physical form, water 
will soak slowly through the walls of the pipe and any degree of internal 
pressure will cause failure. 

Dissolved oxygen is an important factor in determining the extent of 
attack of waters on brass. In tests quoted by Speller,°® brass was found to 
corrode in a hot city water with its normal content of dissolved oxygen about 
ten times as rapidly as in the same water with most of the dissolved oxygen 
removed. Furthermore dezincification was much more rapid in the presence 
of the oxygen. 

Waters having this action on brass are better handled by low zinc brass 
(15 to 20% zinc) which is not susceptible to dezincification, or by copper 
itself. 

Sea Water.®: ® 10, 19, 20, 41,65 Corrosion of copper alloys by sea water 
is much more complicated in its factors and more pronounced than true of 
fresh waters, a fact related to the much greater activity of sea water on 
copper itself. 

Average corrosion rates of the alloys in quiet exposure or in moderate 
flow are on the order of 1 to 10 mg. per sq. dm. per day. Strong aeration 
and particularly rapid flow push average rates up to 20 to 60 mg. per sq. dm. 
per day for the high copper bronzes, the range for the aluminum bronzes 
and brasses being somewhat less than this. 

These rates as noted are average over-all rates. Exposure of the copper 
alloys to sea water, however, leads often to localized action—pits, grooves, 
and in the case of the high brasses, dezincification. Thus in ten-year tests 
reported by Bassett and Davis,® in which tubes of different alloys were 
exposed to sea water in horizontal gravity flow through them, localized 
attack was characteristic. Whereas over-all corrosion rates ran around 
1 to 2 mg. per sq. dm. per day, localized attack took place in the worst cases 
at rates of 250 to 300 mg. per sq. dm. per day. Brasses with 20 to 30% 
zinc behaved excellently, rates of localized attack keeping below 20 mg. per 
sq. dm. per day, without dezincification. An alloy with 10% zinc was 
equally good, but localized attack of 15 and 17% zinc alloys ran as high as 
100 to 150 mg. per sq. dm. per day. High zinc brasses were badly dezinci- 
fied with the exception that 63 Cu 36 Zn 0.5 Sn was unusually good, with 
localized attack of less than 2 mg. per sq. dm. per day. Tin bronze was 
reasonably good, with a maximum rate of 20 mg. per sq. dm. per day; and 
aluminum bronze was poor with localized rates of 15 to 60 mg. per sq. dm. 
per day. 

In conjunction with these results it is interesting to consider the data 
obtained in tests where specimen bars were exposed to Bristol ( England) 
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Channel water for four years. Their location was such that they were 
submerged 93% of the time.*!_ The results are given in Table 310. 


TABLE 310.-——Copper Alloys vs. Sea Water. 
Ave. corrosion 


rate — mg. per Remarks 
; sq. dm. per day 
Mast 20 2 git thet ae aes oor ne < 22 No dezincification 
Beker en) Th cee ee ney eset 24 Some spotty dezincification 
EESTI ES Li soot us Wane see 12 Some spotty dezincification 
PM ae SED eee oe ns kin «aches 2% : 6 No dezincification 


No pitting or localized attack other than the spotty dezincification mentioned 
was noted. 

The ten-year test results described on page 448 are extremely interesting 
for a number of reasons, but especially in illustrating so forcibly the extreme 
variability in behavior of the copper alloys, as a group and individually, to 
flowing sea water. A single specimen may have a high general resistance 
and still in a localized spot or two be very rapidly attacked. Copper alloys, 
corroding even slightly in sea water develop at their surfaces liquid and 
solid films of corrosion product that have a potentially suppressive effect on 
further corrosion. Yet the movement of sea water particularly when 
carrying entrained air bubbles ana when turbulent often upsets the full pro- 
tective effect of these films. Where locally upset, local action takes place 
with a speed that is determined by the power and persistence of the con- 
centration cells that result. 

The building up and break-down of these films depend on an extremely 
complex group of factors, both chemical and physical, relating to the com- 
pounds formed and their physical characteristics, and to the forces of motion 
and impingement of the water. A further complicating factor is the forma- 
tion of deposits from the water itself. 

The fact that sea water is an excellent conductor makes possible the 
very rapid corrosion rates sometimes observed in sea water, by intensifying 
the power of the cells. 

One of the more difficult of sea water conditions to handle is that of 
condenser tubes, particularly on board ship. In this service 70 Cu 30 Zn 
and 70 Cu 29 Zn 1 Sn are most generally used and are widely successful. 
Their ultimate life is determined by slow dezincification in the less stringent 
exposures, tubes lasting 10 to 20 years (about 20 to 40 mg. per sq. dm. per 
day). Rarely, in more destructive exposures, localized attack may run as 
high as 400 mg. per sq. dm. per day (one year life) and higher. The 60 Cu 40 
Zn tube, commonly used for fresh water conditions, has little utility for sea 


water, invariably suffering rapid dezincification. Copper and the tin bronzes 
are much more susceptible than the brasses to localized as well as general 
attack, under condenser conditions. A relatively recent alloy that has par- 
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ticular virtue is 76 Cu 22 Zn 2 Al. 
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This has handled, reasonably well to 


excellently, conditions under which brass itself has been unsatisfactory. 
Aluminum bronze is little used, due to high cost, but at times has given 


good results. i 
Bengough and May ! have classified the types and characteristics of 


scales that appear on brass condenser tubes. (See Table 311.) 


Type 
1 


TABLE 311.—Types of Scales on Brass Tubes. 


1. Calcium carbonate type. 


2. Vitreous, corrosion-resisting type. 


3. Semi-permeable type, 
4. Crystalline, lower oxide type. 


5. Crystalline, highly oxidized type. 


General Property 
Usually highly protective 


Highly protective 


Highly protective where 
vitreous. Much less pro- 
tective where crystalline 


Only slightly protective 
(underlying tubes spe- 
cially liable to pitting) 


Fairly protective (under- 
lying tubes specially 
liable to fail by scale 
erosion ) 


State of Aggregation 


Usually finely 


crystalline 


very 


Vitreous in lower layers 


Vitreous and crystalline ; 
proportions vary from 
mainly vitreous to mainly 
crystalline 


Mainly crystalline. 
Vitreous in patches 


Mainly crystalline; 
not very adherent 


Principle Visible 
Constituents 
Calcium carbonate; fer- 

ric compounds 


Difficult to identify. 
Probably largely zinc 
hydroxide and_ cupric 
hydroxide; possibly also 
calcium sulfate 


Copper crystals; zinc 
hydroxide and oxy- 
chloride. Sometimes 
traces of copper com- 
pounds 


Cuprous oxide, sume- 
times small copper 
crystals, cupric hy- 
droxide, cupric oxychlo- 
ride, some calcium sul- 
fate, “zinc oxychloride” 


Cupric hydroxide, basic 
carbonate, cupric oxy- 
chloride, “zine oxychlo- 
ride,” calcium sulfate 


The reader is referred to the original*paper for an extremely interesting 
and instructive study of scales. 


Recently a number of investigators have tested the resistance of con- 


denser tube alloys to jet-impingement conditions.1% 12. 19, 20, 41, 44 
very rapid rates of attack have been obtained. In one set of tests 9 


Some 
a water 


stream flowing at a velocity of 10 ft. per sec. was made to impinge at a right 
angle on specimens of 70 Cu 30 Zn, the temperature being 68° F., the fae 
28 days. Increasing the entangled air content of the water stream increased 
attack very greatly. (See Table 312.) 
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TABLE 312—Brass vs. Chloride Solution. 


: Calcula 
Entangled air Penetration corrosion ae 
cu. cm per hr. inches Mg. per sq dm. 

per day 

0.7 <.0004 <29 

25 <.0004 <29 

145 <.0004 <29 

3,000 015 1100 

11,000 .040 2900 


The importance of air bubbles as a factor is well illustrated. The highest 
rate given is not greater than those that have been rarely observed in actual 
tube installations. 

In the present state of understanding of the sea-water, condenser-tube 
corrosion problem, it may confidently be stated that turbulent flow of cooling 
water carrying entrained air bubbles is the first necessary condition favoring 
rapid corrosion, but this condition may or may not lead to rapid corrosion, 
and that in general aluminum brass (76 Cu 22 Zn 2 Al) in service has given 
in more cases than not a better account of itself than Admiralty brass and 
70 Cu 30 Zn.. On the other hand, it still is not possible to predict what 
behavior a tube material is going to give, under average to severe condenser 
conditions, and furthermore fool-proof practical means of preventing rapid 
attack on the brasses have not yet evolved. 


ATMOSPHERE 


Eabatinospheres 20; 2728.25 60y' 61, 62,88, 64 the bronzes behave much like 
copper, the brasses in a somewhat inferior manner. In rural atmospheres 
rates range well below 1 mg. per sq. dm. per day, in urban atmospheres 
about 1 to 2 mg. per sq. dm. per day and in marine atmospheres around 1 mg. 
per sq. dm. per day.** In heavy sulfurous atmospheres rates climb much 
higher, e.g. around 40 to 60 mg. per sq. dm. per day in the smoke jack of a 
railroad -roundhouse.®* ® 

The bronzes tarnish in atmospheric exposure to a dull, sometimes black 
finish; the tarnishing being more pronounced and rapid in sulfur-bearing 
industrial atmospheres. Green salts may develop under some conditions. 
The brasses of higher copper content tarnish more rapidly than the high zinc 
brasses, the latter tending to dull rather than tarnish in the early stages. 
For indoor and outdoor architectural purposes where various shades of 
yellow and red-yellow of the brasses and the appearance of nickel-silver 
have esthetic interest, tarnishing may be prevented by periodical cleaning or 
by the application of lacquers. Tarnishing of brasses has been given a good 
deal of study by Vernon.°° 

An extremely good illustration of behavior is afforded by the tests of 
Hudson,”? in which hard-drawn wire (.066 in dia.) and strip (.02 in. thick) 
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were exposed two years on the room of a building in South Kensington, 
London. From the loss in tensile strength the equivalent average thickness 
(in. per yr.) of the corroded layer was calculated. (See Table 313.) 


TABLE 313—Copper Metals vs. Outdoor Urban Atmosphere. 


Mg. per sq. 
In. per year dm. per day 
Copper! yeh. oi ones ee ae .000186-266 1.15-1.65 
99.05 Cw.9l Sn oy, es eee eee 000245 1.52 
98.72" Cit’ 67 Zttinckh sia vec 000195 1.21 
99.16 Cyc /G) Stree ee, eee .000213 Laz 
98,94 "On" 96 (Congenee oa. cc eee .000215 1.33 
70.83: Cut? 29-14 Dia ace. ieee 000637 3.8 
70.29. Cu<29.66°Z0- 5 3) ing 001321 7.8 


Hudson attributed the greater damage to the brasses to dezincification. In 
an earlier paper 78 he refers further to evidences of dezincification in out- 
door exposure. 

Typical examples of atmospheric uses of bronze are trolley, cable and 
power transmission wires, catenary bolts and fittings. Silicon-manganese 
bronze and phosphor bronze are common materials for parts not carrying 
current, and copper alloyed with low content of silicon, tin, cadmium, etc., 
for conducting parts. Brasses are widely used for bolts and similar acces- 
sories. 


HicH TEMPERATURES 


The copper alloys are widely used in the elevated temperature range up 
to 700° to 800° F. Above this range both progressive oxidation and lack 
of strength are limitations. There is widespread use of aluminum bronze 
exhaust valve seats in aircraft engines, a service involving temperatures 
around 750° F. According to Bassett,® aluminum bronzes are used a good 
deal at elevated temperatures because of good scaling resistance. He 
states further that many of the alloys of copper scale at red heat and above 
red heat, and that brass gradually loses zinc by volatilization above 840° F. 

With respect to brass, Dunn 17 has concluded as follows: . 


“The zinc-copper alloys fall, as far as their behavior under oxidation is 
concerned, into two classes, fairly sharply separated. Those with copper con- 
tents below about 80% all oxidize at essentially the same rate, and all give 
rise to an oxide which is almost pure zinc oxide. Those with copper above 
about 86% oxidize at approximately the same rate as copper, and the oxide 
contains the metal in the same proportion as the original metal. The first 
or zinc-forming class oxidize at about one-eighth of the rate of the second or- 
copper oxide-forming class, 

_ “The rate of oxidation increases exponentially with temperature, doubling 
itself approximately for every 75° C. rise in temperature.” 


He found also that aluminum had a very beneficial effect, an alloy with 
1.9% aluminum having a low rate of attack up to 1472° F 
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film protection, 92 
in galvanic and 
series, 33 


electro-chemical 


Affinity of sulfur, 76 
Agitation (see Movement of corrosive) 
Air, atmospheric, (see also Rural air, 
Urban air, etc.) 
aluminum vs., 126-129 
cadmium plate, 175-177 
chromium alloys vs., 316-317 
chromium-plate, 332, 335, 336, 337, 339 
in classification of corrosion, 17 
copper vs., 406, 407, 423-424 
copper (high) alloys vs., 431, 435, 436, 
451-452 
as corrosive, 49-52 
iron vs., 234, 235, 242-246, 262 
lead vs., 204, 205, 221-223 
magnesium vs., 108 
nickel vs., 51, 350, 354, 366-368 
nickel-copper alloys, 382, 398-399 
nickel-iron alloys vs., 344, 347 
nickel plate, 351, 352 
as rate factor, 20-22, 26 
tin vs., 100, 199 
zinc vs., 158, 168-171 
Air, high temperature, (see also High 
temperature conditions) 
aluminum vs., 148 
chromium alloys vs., 317, 318-322 
iron vs., 263-265, 267, 319, 321 
lead vs., 223 
nickel vs., 373 
zinc vs., 172 
Air (dissolved) as 
20-22, 60 
in foods, 72 
Alclad, (see Aluminum) 
Alcohol, nickel-copper alloys vs., 402, 403 
Alkaline carbonates, copper vs., 419 
Alkali fusions, chromium alloys vs., 318 
Alkaline salt solutions, chromium alloys 
vs., 312 
as corrosive, 68 
Alkaline solutions, aluminum vs., 145- 
148 
cadmium vs., 178 
chromium alloys vs., 309-310 
in classification of corrosion, 17 
copper vs., 416-418 
copper (high) alloys vs., 432, 444-445 
as corrosive, 78-79 
iron vs., 228, 229, 232, 256-260, 262 
lead vs., 203, 214-215 
nickel vs., 78, 350, 363-365 
nickel-copper alloys vs., 391-393 
nickel-iron alloys vs., 346-347 
nickel plate vs., 351 


corrosion factor, 
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Alkaline solutions, silicon iron vs. 277 Aluminum and its light alloys, iron 


in soil, 52 

tin vs., 197-198 

zinc vSs., 162 ; 

Allautal, (see Aluminum) 
Aluminum and its light alloys, 112-149 

acetic acid vs., 100, 137, 138, 139, 140, 
143-145 

acids vs., 137-146 

air vs., 126-129 

air (high temperature), 148 

Alclad, nature, 112 

alkaline solutions vs., 78, 145-148 

Allautal, 124 

alloying, effect of, 114-116 

alloys, 112 

ammonium carbonate vs., 134 

ammonium chloride vs., 134, 147 

ammonium hydroxide vs., 147-148 

ammonium nitrate vs., 134 

ammonium sulfate vs., 134 

anodic oxidation, 125 

apple juice vs., 136 

brines vs., 130-131, 135 

buttermilk vs., 137 

butyric acid vS., 140, 144, 145-146 

calcium chloride vs., 131, 134 

carbonates vs., 134 

caustic alkaline solutions Ep eRe 
145-148 

chloride salt solutions vs., 115, 129-130 

chromic acid vs., 143 

citric acid vs., 139, 140, 145-146 

in classification of corrosion, 17 

cleaning compounds (alkaline) vs., 
135, 145 

composition, 112 

copper in, 112, 115, 129, 149 

copper salts vs., 138 

copper sulfate vs., 134 

corrosion fatigue, 118-120 

Duralplat, 124 

ferric chloride vs., 134 

ferric sulfate Vs., 134 

food products vs, 135-137 

formic acid vs., 145 

fresh water vs., 100, 118, 119-120 

fruit juices vs., 136 

galvanic behavior, 33, 106, 107, 120-125, 
158, 260, 277, 295, 335, 354, 382, 383, 
407, 432 

grape juice vs., 136 

heat treatment, (duralumin) effect of, 
113-114 

heterogeneity, effect of, 114-116 

high temperature conditions, 148-149 

hydrochloric acid vs., 115, 137, 138, 139, 
140-141 

hypochlorite solutions vs., 131, 134 

impurities, effect of, 117, 118 

inhibitors of corrosion, 134, 135, 146 

intergranular attack (duralumin), 47, 
113;-114; 115, 116-117 


salts vs., 138, 141 

lactic acid vs., 140, 145-146 

lemon juice VS. 136 

magnesium in, 112, 124 

malic acid vs:, 140, 145-146 

magnesium chloride vs., 134 

magnesium sulfate vs., 13 4 

manganese in, 112, 115, 118-119, 124, 
129, 137, 138 

mercuric chloride vs., 134 

mercury salts vs., 138 

milk vs., 137 

nitric acid vs., 100, 137, 138, 139, 140, 
142 

orange juice vs., 137 

oxalic acid vs., 145 

oxide film, 112- 113, 114, 115, 121, 126, 
138, 146, 148 

passivity, 85, 89 

phenols vs., 145 

phosphates. vs., 134 

phosphoric acid vs., 137, 143 

pitting, 113, 114, 116, 117-118, 128-129, 
130 

potassium dichromate vs., 133 

potassium hydroxide vs., 146 

potassium nitrate vs., 131 

propionic acid vs., 144, 145-146 

protective film, 21, 59, 112, 113114; 
153A 7- i25- 125, 126, 127, 129, 131, 
138, 139, 140 

protective methods, 125-126 

resistance compared with 
metals, 100 

rural air vs., 115, 118 

salicylic acid vs., 145 

salt solutions vs., 130-134 

salt spray vs., 114, 116, 125 

silver nitrate vs., 134 

sea air vs., 118, 126-129 

sea water vs., 100, 114, 117, 118, 119- 
120, 125, 129-130 

silicon in, 112, 115, 118, 124, 129, 137, 
149 

soaps vs., 146 

sodium bicarbonate vs., 146 

sodium carbonate vs., 134, 146 

sodium chloride vs., 133-134, 135 

sodium chloride and hydrogen perox- 
ide mixture vs., 114, 132-133 

sodium hydroxide vs., 100, 145-148 

sodium silicate vs., 146 

sodium sulfate vs., 134 

solution cell, 117 

stannic chloride vs., 134 

steam vs., 148-149 

stress- -corrosion, 116, 118-120 

sulfur gases (high temperature), 148 

sulfuric acid vs., 100, 137, 138, 139, 140, 
141, 142 

sulfurous acid vs., 142 

tartaric acid vs., 140, 145-146 


other 


» 


Aluminum, tensile properties, effect of 
corrosion on, 114, 127, 128, 129, 130 
test methods for, 113-114 
tin salts vs., 1 
tomato juice vs., 136 
toxicity, 135-136 
trisodium phosphate vs., 146 
urban air vs., 100, 115, 126-129 
vinegar vs., 139 
water vs., 129-130 
water-line attack, 118, 129 
zinc in, 112, 115, 129 
Aluminum brass 
(see Copper (high) alloys) 
Aluminum bronze 
(see Copper (high) alloys) 
Aluminum chloride 
chromium alloys vs., 310 
copper vs., 419 
copper (high) alloys vs., 446 
iron vs., 234 
nickel-copper alloys vs., 394 
tin vs., 198 
Aluminum sulfate, copper (high) alloys 
vs., 447 
iron vs., 234 
nickel-copper alloys vs., 393, 394 
silicon-iron vs., 27 
Ammonia (high temperature), chromium 
_ alloys vs., 324-325 
iron vs., 265 
nickel vs., 375 - 
nickel-copper alloys vs., 401 j 
Ammonia vapor, chromium-plated steel 
vs., 338 : 
Ammonium carbonate, aluminum vs., 134 
“aaa chloride, aluminum vs., 134, 
14 
copper (high) alloys vs., 447 
iron vs., 2 
nickel-iron alloys vs., 345 
zinc vs., 164 ; 
Ammonium hydroxide, aluminum vs., 
147-148 
chromium alloys vs., 310 
copper vs., 406, 407, 417-418, 445 
copper (high) alloys vs., 436, 445 
as corrosive, 79 
iron vs., 260 
lead, 215 
nickel vs., 364-365 
nickel-copper alloys vs., 382, 392-393 
silicon iron vs., 277 
tin vs., 198 
zinc vs., 162 
Ammonium nitrate, aluminum vs., 134 
Ammonium phosphate, lead vs., 213 
Ammonium salts, copper vs., 418, 419 
copper (high) alloys vs., 446 
Ammonium sulfate, aluminum vs., 134 
Amphoteric nature, lead, 214 
tin, 197 
zinc, 162 
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Anodic action, 35 (see also Electrolytic 
effects) 
Anodic oxidation, aluminum, 125 
Apple juice, aluminum vs., 136 
chromium alloys vs.; 316 
nickel vs., 371 
tin vs., 182, 197 
Aqueous ammonia (see Ammonium 
hydroxide) 


Arabic acid, zinc vs., 162 

Areas of electrodes in galvanic cor- 
rosion, 34 

Atmosphere (see Air) 


Bacteria, effect on oxidation and reduc- 
tion, 62 
produces hydrogen sulfide, 77 
in soils, 52, 53 
Barium chloride, fused chromium alloys 
WSs 1025 
Barium hydroxide, iron vs., 256 
lead vs., 204 
Barnacles (see also Marine growth) 
chromium alloys, 287, 288, 311, 313, 314 
copper, 423 
nickel-copper alloys, 395 
Battery, dry cell zinc, 159 
Bearing alloys, lead in, 202 
Beets, iron vs., 181 
tin vs., 182 
Benzoic acid, chromium alloys vs., 308 
Benzol, nickel vs., 377 
nickel-copper alloys vs., 402 
Bicarbonate salt solutions, lead vs., 215 
Blackberries, iron vs., 181 
tin vs., 181, 182, 183 
Bleaching agents, as corrosive, 62, 63 
Blisters in metal surface as loci of cell 
action, 94 
Boilers, dissolved air in, 61 
iron, 238-241 
Boiler water, iron vs.,-238-241 
Borax, fused, chromium alloys vs., 326 
Brass (see Copper (high) alloys) 
Brines, aluminum vs., 130-131, 135 
cadmium vs., 178 
chromium alloys vs., 290, 291, 311 
in classification of corrosion, 17 
as corrosive, 68-70 
iron vs., 234 
nickel vs., 355 
nickel-copper alloys vs., 382 
zinc vs., 166 } 
Bromine, as oxidizing corrosive, 63 
Buttermilk, aluminum vs., 137 
Butyric acid, aluminum vs., 140, 144, 
145-146 
chromium alloys vs., 307, 308 
copper vs., 410, 411, 416 
iron vs., 247 
tin vs., 194 
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Cadmium plate, 175-178 
acids vs., 178 
air vs., 175-177 
alkaline solutions vs., 178 
brines vs., 178 
caustic alkaline solutions vs., 178 
in classification of corrosion, 17 
fresh water vs., 178 
galvanic behavior, 33, 123, 124, 175, 
177-178, 260, 262, 335 
neutral solutions vs., 175 
potassium chloride vs. 178 
rural air, 175-177 
sea air, 175-177 
sea water vs., 178 
sodium chloride vs., 177-178 
stress corrosion, 178 
urban air, 175-177 
Calcium bicarbonate, iron vs., 158 
lead vs., 216 
zinc vs., 158 
Calcium bisulfite, silicon-iron, 277 
Calcium carbonate films, 62 
iron vs., 233, 238 
lead vs., 216 
in water, 67 
Calcium chloride, as corrosive, 69 
aluminum vs., 131, 134 
chromium alloys vs., 311, 312 
copper vs., 357, 418 
copper (high) alloys vs., 445 
iron vs.. 234 
nickel vs., 365 
nickel-copper alloys vs., 393 
tin vs., 198 
Calcium chloride, fused chromium alloys 
MS. 0d60; "020 
Calcium hydroxide, iron vs., 257 
lead vs., 220, 223 
Calcium hypochlorite, chromium alloys 
See Sule, 
nickel-copper alloys vs., 394, 395 
Calcium nitrate, copper (high) alloys 
vs., 445 
nickel, 365 
Calcium silicate, iron vs., 238 
Calcium sulfate, iron vs., 238 
Canning, food (see also Tin can), 72, 73 
Carbide precipitation (18-8 stainless 
steel), 289, 290, 291, 293 
photograph of, 95 
Carbolic acid (see Phenols) 
Carbon (high temperatures), chromium 
alloys vs., 325 
iron vs., 265 
Carbonated water, (see also Carbonic 
acid) 
copper vs., 422 
nickel vs., 369 
sae salt solutions, aluminum vs., 


copper (high) alloys vs., 446 
as corrosive, 69 
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Carbonate salt solutions, lead vs., 203, 215 
Carbon dioxide (in air), 49 
Carbon dioxide (high temperature), 
chromium vs., 341 
chromium alloys vs., 322 
as corrosive, 75 
iron vs., 264, 266, 348 
nickel-iron alloys vs., 348 
Carbon dioxide (in steam), nickel vs., 
370 
Carbon dioxide (in water), (see also 
Carbonic acid, Carbonated water) 
copper vs., 422 
iron vs., 233, 234, 238 
nickel vs., 369 
Carbonic acid, (see also Carbonated 
water, Carbon dioxide (in water)) 
chromium alloys vs., 291 
iron vs., 158, 248, 249 
lead vs., 217, 218 
tin vs., 199 
zine vs., 158, 163, 167 
Carbon monoxide (high temperacure), 
chromium alloys vs., 322 
copper vs., 425, 426 
iron vs., 264 
Carbon tetrachloride, copper vs., 427 
nickel vs., 377-378 
nickef-copper alloys vs., 402 
Carburizing conditions, chromium alloys 
VS.) 525 
Casein, inhibitor in milk, 72 
Cathodic action, as accelerating rate 
factor, 21-22 
in alkalies, 79 
by films, 25 
as inhibitor, 60 
in solution cells, 35, 38 
of dissolved oxygen, 67 
tendency to take place, 85-87 
Caustic alkaline solutions (see also 
Alkaline solutions, Sodium hydrox- 
ide, etc.) 
aluminum vs., 115, 145-148 
cadmium vs., 178 
chromium alloys vs., 309 
copper vs., 416-417 
copper (high) alloys vs., 444-445 
. 1ron vs., 256-259 
lead vs., 214 
magnesium vs., 106 
nickel vs., 363 
nickel-copper alloys vs., 382 
nickel-iron alloys vs., 346 
silicon-iron vs., 277 
tin vs., 197-198 
Caustic fusions, chromium alloys vs., 325 
Cementation, 63 (see also Dezincifica- 
tion) 
Cereals, nickel vs., 370 
Chemical corrosion, in classification of 
corrosion, 17 
vs. electrolysis, 23, 35 
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Chemical corrosion, as form of corro- 
sion, 29-30 
photograph of, 12 
Cherries, iron vs., 181, 182 
tin vs., 181, 182, 183 
Chloracetic acid; copper vs., 416 
Chlorate salts, 63 
Chloride salt solutions, aluminum vs., 
115, 129-130 
chromium alloys vs., 289, 310, 311 
iron vs., 233 
lead vs., 215, 219 
nickel-copper alloys vs., 393 
Chlorides, as acid corrosion products, 58 
in air 49, 50 


organic, 71 (see also Chlorinated 
hydrocarbons) 

Chlorinated hydrocarbons, copper vs., 
427-428 


nickel vs., 377-378 
nickel-copper alloys vs., 402 
Chlorine (in solution), chromium alloys 
vs., 312 
copper vs., 406 
molybdenum alloys vs., 284 
nickel vs., 366 
nickel-copper alloys vs., 395 
as oxidizing corrosive, 60, 63 
Chloroform, copper vs., 427 
nickel-copper alloys vs., 402 
Chromate salt solutions, iron vs., 234 
lead vs., 215 
nickel vs., 362 
as oxidizing corrosive, 60, 63 
Chromic acid, aluminum vs., 143 
chromium alloys vs., 305-306 
iron vs., 247, 250 
lead vs., 203, 213 
magnesium vs., 110 
nickel vs., 362 
nickel-copper alloys vs., 384, 388 
Chromium, acetic acid vs., 338 
acids vs., 335, 338 
carbon dioxide (high temperature) 
vs., 341 
in classification of corrosion, 17 
galvanic behavior, 123, 260, 262, 335- 
336 
high temperature conditions vs., 340- 
342 
hydrochloric acid vs., 335, 338 
nitric acid vs., 338 
oxide film, 335 
oxygen (high temperature) vs., 341 
passivity of, 85, 89, 335 
phosphoric acid vs., 338 
salt solutions vs., 335 
steam (high temperature) vs., 341 
sulfur dioxide (high temperature) vs., 
341 
sulfuric acid vs., 335, 338 
water vs., 335 
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Chromium alloys, 285-326 

abrasion, effect of, 290 

acetic acid vs., 100, 295, 298, 305, 306- 
307, 308 

acids vs., 289 

air vs., 316-317 

air (high temperature) vs., 317, 318- 
322 

alkali fusions vs., 318 

alkaline salts vs., 312 

alkaline solutions vs., 309-310 

aluminum chloride vs., 310 

ammonia (high temperature) vs., 324- 
325 

ammonium hydroxide vs., 310 

apple juice vs., 316 

austenite, 285, 286 

barnacles, effect of, in sea water, 287, 
288, 311, 313, 314 

benzoic acid vs., 308 

brines vs., 290, 291, 311 

butyric acid vs., 307, 308 

calcium chloride vs., 311, 312 

calcium hypochlorite vs., 312 

carbide precipitation, 289, 290, 291, 293 

ares effect of, 285, 289, 291-294, 303, 
3 


carbon (high temperature) vs., 325 

carbon dioxide (high temperature) 
VSM OLE 

carbon monoxide (high temperature) 
vs., 322 

carbonic acid vs., 291 

carburizing conditions vs., 325 

caustic alkaline solutions vs., 309 

chloride salts vs., 298, 310, 311 

chlorine (in solution) vs., 312 

chromic acid vs., 305-306 

chromium, effect of, 285, 288, 289, 291- 
294, 302, 303, 318, (see also data 
throughout chapter) 

citric acid vs., 307, 308, 316 

in classification of corrosion, 1 

cold working, effect of, 293 

columbium, effect of, 293 

copper chloride vs., 310 

copper sulfate vs., 301, 302 

corrosion cracking, 47 

corrosion fatigue, 315 

cupric salts vs., 298 

dissolved air as factor, 61 

distilled water vs., 312 

electropotentials of, 287 

fatty acids vs., 307, 308 

ferric chloride vs., 310 

ferric salts vs., 62, 298 

ferric sulfate vs., 301 

fluorine compounds (acid) vs., 304 

food products vs., 315-316 

formic acid vs., 298, 307, 308 

fresh water vs., 100, 312, 313, 315 

fruit juices vs., 316 

fused barium chloride vs., 325 
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Chromium alloys, fused borax vs., 326 


fused caustic vs., 309, 325 

fused compounds vs., 325-326 

fused cyanides vs., 325 

fused sodium carbonate vs., 325, 326 

fused sodium chloride vs., 325, 326 

fused sodium cyanide vs., ” 326 

fused sodium sulfate vs., 326 

gallic acid vs., 307, 308 

galvanic behavior 33, 206, 260, 263, 
294-297, 358, 382, 383, 407, 432 

grain size, effect of, 292, 293 

grape juice vs., 316 

halide acids vs., 298, 299 

heat treatment, ‘effect of, 285, 287, 291, 
292, 293, 299, 301, 303, 304, 306, 308, 
313 

high temperature conditions vs., 317- 
326 

hydrochloric acid vs., 287, 295, 297, 
298, 299-300, 303, 304 

hydrogen sulfide vs., 305 

hypochlorite salts vs., 312 

intergranular attack, "291-294, 302, 303 

iron chloride vs., 310 

lactic acid vs., 307, 308 

lemon juice vs., 316 

malic acid vs., 307, 316 

mercuric chloride vs., 310 

mercurous sulfate vs., 302 

mercury chloride vs., 310 

milk vs., 29 

molten aluminum vs., 325 

molten babbitt vs., 325 

molten brass vs., 325 

molten lead vs., 325 

molten metals vs., 325 

molten solder vs., 325 

molten tin vs., 325 

molten zinc vs., 325 

molybdenum, effect of, 290, 299, 300, 
301, 303, 304, 305, 306, SO olleals, 
316, 322 

monochloracetic acid vs., 308 

nickel, effect of, 285, 289, 290, 302, 303, 
318, (see also data throughout 
chapter) 

nitric acid vs., 100, 287, 288, 297, 298- 
299, 301 

nipogen. (hieg temperature) vs., 322, 


oleic acid vs., 307 

oxalic acid vs., 307, 308 

oxide film, 295, BN Sai Ht Bye WB 

oxidizing acids vs., 59 

oxidizing substance, effect of, 286-290, 
301, 302, 305 (see also comments 
throughout chapter) 

passivating treatment, 288 

passivity: activity 21, 85, 286-290 (see 
also comments throughout chapter) 

phenols vs., 307, 308 

phosphoric acid vs., 298, 304-305 


311, 312, 313, 314, 315, 316, 317 

pores, effect of, 287 

potassium ferricyanide vs., 302 

potassium hydroxide vs., 309, 325 

resistance compared with other met- 
als, 100 

rural air vs., 316, 317 

salt solutions vs., 287, 310-312 

salt spray VS., 312, 313 

sea air VS., 287, 316-317 

sea water vs., 100, 287, 288, 290, 295, 
313-314, 315. 

silicon, effect of, 299, 300, 304, 295, 322, 
323 


Chromium alloys, pitting, 287, 288, 290, 
307, 


silver sulfate vs., 302 

sodium carbonate vs., 309 

sodium chloride vs., 290, 295, 296, 311 

sodium hydroxide vS., 100, 259, 309, 325 

sodium hypochlorite vs., 312 

sodium sulfate vs., 295, 206 

solution cells, 287, 312, 313, 317 

stabilizer, effect of, 293, 311 

stannic chloride vs., 310 

stannous chloride vs., 310, 311 

steam vs., 325 

stress-corrosion, 315 

sugar-salt mixtures vs., 316 

sulfur dioxide (high temperature) vS., 
323, 324 

sulfur gases (high temperature) vs., 

, 317, 318, 323-324, 325 

sulfuric acid vs., 22, 100, 286 290, 294, 
296, 297, 298, 300-302, 303, 304 

sulfuric-copper sulfate solution vs., 
291, 292, 293, 294, 301, 303 

sulfuric- nitric acid vs., 287 

sulfurous acid vs., 290, 295, 296, 302- 
304 

tartaric acid vs., 298, 307, 308, 316 

tin chloride vs., 310 

titanium, effect of, 293, 294, 307 

tomato juice vs., 316 

toxicity, 316 

trichloracetic acid vs., 308 

tungsten, effect of, 299, 300, 301, 304, 
305, 322, 323 

types, 285, 318 


_ urban ajr vs., 100, 287, 316-317 


vinegar-salt mixture vs., 316 

waters vs., 312-315 

welding, effect of, 287, 291, 293, 303, 
311,-312, 315 

zinc chloride Visto. 0 oe Le 


Chromium-plate, 331-342 


abrasion resistance, 332 

acids vs., 337, 338 

air vs» 332, 335, 336, 337, 339 
ammonia vs., 338 

on brass, 332 

on copper, 332 

copper-deposition test, 333 

on copper-plate, 332, 333, 334, 337 
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Chromium-plate, corrosion fatigue 340 
cracks in, 332, 333, 334, 341 
distilled water vs., 339 
ferricyanide test, 333 
“flash” platings, 332 
fresh water vs., 340 
galvanic behavior, 335-336 
hydrochloric acid vs., 338 
hydrogen sulfide vs., 338, 339 
hydrogen sulfide test, 333 
indoor air vs., 332 
molten glass vs., 341 
molten lead vs., 342 
on nickel-plate, 332, 333, 334, 337, 351 
nitric acid vs., 338, 339 
plating process, 331 
porosity, 332, 333, 335, 336, 341 
rural air vs., 337 
salt solutions vs., 335, 337 
salt spray test, 332, 333, 335 
sea air vs., 337 
sea water vs., 340 
sodium chloride spray, 335 
steam vs., 340 
on steel 332, 333, 334, 335, 337, 338, 339 
stress corrosion, 340 
structural considerations, 332-335 
sulfur substances vs., 342 
testing methods, 332, 333 
thickness, 332, 336 
undercoatings, 332 
urban air vs., 337 
on zinc, 332 
Citric acid, aluminum vs., 139, 140, 145- 
146 
chromium alloys vs., 307, 308, 316 
copper vs., 410, 411, 412, 416 
in fruits, 72 
iron vs., 181, 186, 232, 247 
nickel vs., 362 
nickel-copper alloys vs., 384, 390 
tin vs., 181, 186, 190, 194, 195, 196 
City air (see Urban air) 
Classification of corrosion, 17 
Cleaning compounds (alkaline), alumi- 
num vs., 135, 145 
Climate, 50 
Cold-working strains as factor, 47, 93 
Colloids in hydrochloric acid, 58 
as inhibitor in foods, 59, 72 
Color in foods and dyes, 71 
Combustion gases in air, 50 
as corrosive, 77 . . 
Composition of metals in classification 
of corrosion, 17 
as corrosion factor, 92 ; 
Concentration cell (see also Solution 
cell) - 
terminology, 24, 25, 29, KAGE I 
Condensers, copper (high) alloys, 448- 
451 


motion in, 62 
nickel-copper tubes, 391 
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Condensers, tubes, 70, 89 
photograph of tube, 86 
Conditions, corroding, in classification 
of corrosion, 17 : 
Conductivity of solutions, 33 
Contamination of product, foods and 
organic compounds, 71 
milk, 73 
Cooking (see food products) 
Concrete, lead vs., 223 
Condensed milk, copper vs., 420, 421 
tin vs., 197 
Copper, 406-428 
acetic acid vs., 100, 386, 408, 409, 410, 
411, 415-416, 439, 440 
acids vs., 406, 408-416 
air vs., 51, 61, 406, 407, 423-424 
alkaline carbonates vs., 419 
alkaline solutions vs., 79, 416-418 
aluminum chloride vs., 419 
ammonium hydroxide vs., 406, 407, 
417-418, 445 
ammonium salts vs., 418, 419 
butyric acid vs., 410, 411, 416 
calcium chloride vs., 357, 418 
carbonated water vs., 422 
carbon dioxide (in waters) vs., 422 
carbon monoxide (high temperature) 
vs., 425, 426 
carbon tetrachloride vs., 427 
caustic alkaline solutions vs., 416-417 
chloracetic acid vs., 416 
chlorinated hydrocarbons vs., 427-428 
chlorine (in solution) vs., 406 
chloroform vs., 427 
citric acid vs., 410, 411, 412, 416 
in classification of corrosion, 17 
coated with tin, 189 
composition, 406 
condensed milk vs., 420, 421 
corrosion product, 89 
cupric salts vs., 412, 418, 419 
cyanide solutions vs., 419 
dichlorethylene vs., 427 
distilled water vs., 421 
ethylene dichloride vs., 427 
evaporated milk vs., 421 
fatty acids vs., 416, 426 
ferric salts vs., 408, 409, 412, 413, 418, 
419 
ferric sulfate vs., 412 
food products vs., 406, 419-421 
formic acid vs., 409, 410, 416, 439, 442 
fresh water vs., 100, 407, 421 
fruit juices vs., 420 
fused caustic vs., 417 
fused sodium peroxide vs., 417 
galvanic behavior, 353 107,, 12k, 2125; 
124, 158, 260, 261, 262, 294, 295, 335, 
354, 355, 356, 357, 358, 382, 383, 407- 
408, 432 
gasoline vs., 426 


472 


Copper, high temperature conditions 
vs., 406, 407, 425-426 

hydrocarbon gases (high temperature) 
vs., 425, 426 

hydrochloric acid vs., 386, 408, 409, 
410, 411, 412, 413-414, 440 

hydrogen (high temperature) vs., 425, 
426 

hydrogen sulfide (in solution) vs., 416 

hydroxy-acids vs., 416 

hypochlorites vs., 419 

intergranular attack, 425, 426 

iodine vs., 406 

lactic acid vs., 410, 411, 412, 416, 439 

lemon juice vs., 420 

magnesium chloride vs., 418 

malic acid vs., 410, 416 

marine growth, effect on, 423 

mercuric salts vs., 412, 419 

milk vs., 420, 421 

mine waters vs., 412 

molten antimony vs., 428 

molten bismuth vs., 428 

molten lead vs., 428 

molten metals vs., 428 

molten sulfur vs., 427 

molten tin vs., 428 

molten zinc vs., 428 

nitric acid vs., 100, 409, 410, 412-413 

oleic acid vs., 416 

orange juice vs., 420 

oxalic acid vs., 410 

oxidizing agents vs., 21 

oxygen (high temperature) vs., 425 

pentachlorethane vs., 427 

Seep: acid vs., 408, 410, 412, 413, 
44 

pitting, 413, 414, 415, 424, 426 

potassium chloride vs., 418 

potassium cyanide vs., 407 

potassium dichromate vs., 412, 418 

potassium hydroxide vs., 417 

potassium nitrate vs., 418, 419 

potassium permanganate vs., 412 

potassium sulfate vs., 418, 419 

reducing gases (high temperature) 
vs., 425-426 

resistance compared with other 
metals, 100 : 

rural air vs., 398, 424 

sea air vs., 398, 424 

sea water vs., 100, 422-423 

silver salts vs., 419 

sodium chlorate vs., 412 

sodium chloride vs., 418, 446 

sodium hydroxide vs., 100, 416-417, 445 

sodium nitrate vs., 418, 419 

sodium sulfate vs., 418, 419 

solubility of compounds, 407 

solution cell, 406, 422 

stannic salts vs., 412, 419 

stearic acid vs., 416 

sulfur vs., 426 
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Copper, sulfur compounds vs., 426 


sulfuric acid, 100, 357, 358, 408, 409, 
410, 411, 412, 414-415, 416 

sulfurous acid vs., 409, 413 

tank as example of corrosion, 26 

tartaric acid vs., 410, 416 

tetrachlorethane vs., 427 

tomato juice vs., 421 

toxicity, 419-420 

trichlorethylene vs., 427, 428 

urban air vs., 100, 398, 407, 423 

water vs., 406, 421-423 

zinc chloride vs., 419 


Copper (high) alloys, 431-452 


acetic acid vs., 100, 444 

acids vs., 61, 432, 438-444 

air vs., 431, 435, 436, 451-452 

alkaline solutions vs., 432, 444-445 

aluminum chloride vs., 446 

aluminum sulfate vs., 447 

ammonia salts vs., 446 

ammonium chloride vs., 447 

ammonium hydroxide vs., 436, 445 

calcium chloride vs., 445 

calcium nitrate vs., 445 

carbonates vs., 446 

caustic alkaline solutions vs., 444-445 

corrosion cracking, 47, 435-436 

corrosion fatigue, 436-438 

cupric salts vs., 444, 446 

cyanides vs., 446 

dezincification, 45-46, 433-435, 439, 448, 
449, 452 ; 

dichromates vs., 446 

in classification of corrosion, 17 

in electrolytic cells, 38-40 

ferric salts vs., 444, 446 

formic acid vs., 441, 442 

pet water vs., 100, 431, 434, 437, 438, 
4 ) 

galvanic behavior, 33, 121, 123, 206, 
260, 294, 295, 296, 356, 357, 382, 383, 
407, 408, 432-433 

high temperature conditions vs., 74, 


2 
hydrochloric acid vs., 438, 442, 443 
hydroxy-acids vs., 444 
hypochlorites vs., 446 


. magnesium chloride vs., 445, 446, 447 


magnesium nitrate vs., 445 
mercuric salts vs., 444, 446 
mercury salts vs., 436 
mine waters vs., 21, 444 
nitric acid vs., 100, 443 
phosphate salts vs., 446 
phosphoric acid vs., 442, 443-444 
pitting, 444, 447, 448, 449 
potassium chloride vs., 445 - 
potassium nitrate vs., 445 
potassium sulfate vs., 445 
protective film 449, 450 
resistance compared with other 
metals, 100 
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Copper, rural air vs., 451 
salt solutions vs., 62, 418-419 
sea water vs., 100, 431, 433, 434, 437, 
448-451 
sea air vs., 435, 451 
salt solutions vs., 432, 445-447 
silicate salts vs., 446 
silver salts vs., 446 
sodium carbonate vs., 447 
sodium chloride vs., 357, 445, 446 
sodium hydroxide vs., 100, 444-445 
sodium nitrate vs., 445 
sodium sulfate vs., 445 
solution cells, 438, 449 
stannic salts vs., 444, 446 
stress corrosion, 435-438 
Tae acid vs., 100, 435, 438, 442, 443, 
sulfurous acid vs., 296, 443, 444 
types, 431-432, 442, 450 
urban air vs., 100, 435, 451, 452 
vinegar vs., 441 
waters vs., 432, 447-451 
water-line attack, 444, 446-447 
eovner chloride, chromium alloys vs., 
10 
nickel vs., 366 
nickel-copper alloys vs., 394 
Copper-nickel alloys (see Nickel-copzer 
alloys) 
Bere nitrate, nickel-copper alloys vs., 


Copper salts, aluminum vs., 138 
iron vs., 234 
nickel vs., 362, 366 
nickel-copper alloys vs., 391, 394 
Copper sulfate, aluminum vs., 134 
chromium alloys vs., 301, 302 
nickel-copper alloys vs., 391, 394 
Corn, iron vs., 181 
Corrosion cracking, in classification of 
corrosion, 17 
copper (high) alloys vs., 47, 435-436 
as form of corrosion, 28, 46-47 
lead, 204-205 
nickel-copper alloys, 402 
photograph of, 90 
Corrosion fatigue, aluminum, 118-120 
chromium alloys, 315 
chromium-plated steel, 340 
in classification of corrosion, 17 
copper (high) alloys, 436-438 
as form of corrosion, 29, 46-47 
galvanized iron, 171-172 
iron, 239, 244-246 
lead, 204-205 
nickel vs., 352-354 
nickel-copper alloys, 396 
photograph of, 91 
Corrosiron (see Silicon-iron) 
Corrosives, 49-81 
in classification of corrosion, 15-17 
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Cranberry juice, iron vs., 182 
nickel vs., 371, 372 
tin vs., 182 
ae chloride, molybdenum alloys vs., 


Cupric salt solutions, chromium alloys 
vs., 298 
copper vs., 412, 418, 419 
copper (high) alloys vs., 444, 446 
molybdenum alloys vs.; 279 
Currant juice, nickel vs., 371, 372 
ee fused, chromium alloys vs., 


Cyanide solutions, copper vs., 419 
copper (high) alloys vs., 446 
nickel-copper alloys vs., 393 
silicon-iron, 277 


Dairy products (see also Milk, Butter- 
milk), 72, 73 

Daniell cell (see Electrolytic effect) 

Decay of organic matter, 53 


Defects in metal surface, condenser 
tubes, 70 
photograph of, 82, 86 
Dewberry juice, iron vs., 182 
tin vs., 182 
Dezincification, 45-46, 433-435, 439, 448, 
449, 452 


in classification of corrosion, 17 

as form of corrosion, 29 

photograph of, 14 ; 
Diagnosis, effect of metal on corrosive, 


7 
electrolytic, 34 
of form of corrosion, 29 
oxidizing effect, 61 
of particular causes, 93 
of rate factors, 19 
Dichlorethylene, copper vs., 427 
nickel vs., 377 
aera ge copper (high) alloys vs., 
44 
Differential aeration (see Film cell) 
Diffusion and chemical affinity, 85 
at high temperatures, 74 
through products of corrosion, 88 
temperature effect, 25 | 
Direct chemical corrosion (see _also 
Chemical corrosion, see Reactions) 
as form of corrosion, 29-30 
Distilled water, chromium alloys vs., 312 
chromium-plated: steel, 339 
copper vs., 421 
iron vs., 239 
lead vs., 204, 205, 215, 217 
nickel, 368, 369 
nickel-copper alloys vs., 395 
tin vs., 199 
zinc vs., 159, 160, 161, 163, 165, 167 
Drinking water, 66 (see also Fresh 
water) 
Ductility, data on metals, 103 
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Duralumin (see Aluminum and its light 
alloys) 
Duralplat (see Alumi 
alloys) 
Duriron (see Silicon-iron) 
Dust in atmosphere, 50 
Dyes, 71 
as oxidizers or reducers, 62 


num and its light 


“Fighteen and eight” stainless steel 
(see Chromium alloys) 
Elasticity, modulus of, 104 
Elderberry juice, iron vs., 182 
tin vs., 182 
Electrical resistivity of metals, 104 
Electrochemical series, 84 (see also Gal- 
vanic series) 
Electrode areas, 34 
Electrolysis (see 
effects) 
direct chemical attack compared with, 


also Electrolytic 


30 

by metal or solution cells, 24 

in practical example, 26 
Electrolyte concentration cell, 37 
Electrolytic effect (cells), 23-25 

in air, 50 

in classification of corrosion, 17 

diagrams, 39 

and direct chemical corrosion, 35 

oxidizing rate as factor, 22 

as rate factor, 23-24, 25 

salts, 68 

soil, 52 

and solution pressure, 84 
Electrolytic theory, the, 35 
Embrittlement (see Corrosion crack- 


ing) 
Embrittlement, hydrogen (see Hydrogen 
embrittlement) 
Energy relations, 84-85 
and acidity, 20 
the tendency to corrode, 84, 85 
and temperature, 25 
Estimation of corrosion, electrolytic, 32 
forms, 29 
rates, 19 
Etching, photograph, 12 
by pickling, 30 
Ethylene dichloride, copper vs., 427 
nickel-copper alloys vs., 402 
Evaporated milk, copper vs., 421 
tin vs., 197 
Evaporator tubes, photograph, 36 
Everdur (see Copper (high) alloys) 
Examination, for classification, 17 
for form, 29 
Expansion, coefficient of, 104 


Factors, rate, 19-27 
in classification of corrosion, 17 
Fatty acids, chromium alloys vs., 307, 


SUBJECT INDEX 


Fatty acids, copper vs., 416, 426 
nickel-copper alloys vs., 390-391 
Ferric chloride, aluminum vs., 134 
chromium alloys vs., 310 
molybdenum alloys vs., 281 
nickel vs., 366 
nickel-copper alloys vs., 393 
silicon-iron vs., 275, 
tin vs., 198 ; 
Ferric sulphate, aluminum vs., 134 
chromium alloys vs., 301 
copper vs., 412 
molybdenum alloys vs., 282. 
Ferric salt solutions, chromium alloys 
vs., 298 
copper vs., 408, 409, 412, 413, 418, 419 
copper (high) alloys vs., 444, 446 
iron vs., 234, 2. 
molybdenum alloys vs., 279 
nickel vs., 358, 362, 366 
nickel-copper alloys vs., 389, 391, 394 
as oxidizing agent, 60, 62 
in phosphoric acid, 59 
silicon-iron vs., 275, 276 
Ferrous chloride, molybdenum alloys 
vs., 282 
Ferroxy! test, zinc coatings, 158 
Film cell, 44 
and differential aeration, 38 
and passivity, 87 
and solution cell, 34, 87 
Films, accelerating, (see Products of 
corrosion) 
Films, solid protective, 
sion, 56, 57 
in alkalies, 79 
aluminum, 112, 113, 114, 115, 117, 121, 
125, 126, 127, 129, 131, 138, 139, 140 
in atmospheric exposure, 50 ‘ 
in classification of corrosion, 17 
copper (high) alloys, 449, 450 
and corrosion fatigue, 47 
electrolytic effect, 44 
and form of corrosion, 30 
at high temperature, 74 
oe 233, 234, 235, 241, 250, 252, 
lead 202, 203, 205, 207, 208, 209, 215, 
Lael / meee 
in milk, 73 
and movement, 22 
nickel-copper, 396 
in oxidizing corrosion, 60, 63 
practical example, 26 
as rate factor, 24-25, 85-89 
silicon-iron, 274, 276, 277 
in solution cells, 34, 38, 44 
and surface type, 94 
and tendency to react, 92 
in waters, 66 
zinc, 159, 160, 161 
Flavor of foods, 71 
Fluorine, 63 


in acid corro- 


Fluorine compounds (acid) 
chromium alloys vs., 304 
Fog, 50 
Food products, as acids, 59 
aluminum vs., 135-137 
chromium alloys vs., 315-316 
in classification of corrosion, 17 
copper vs., 406, 419-421 
as corrosive, 71-73 
iron vs., 242 
nickel 350, 370-372 
nickel-copper alloys vs., 382, 396-397 
nickel plate vs., 351 
tin vs., 181-192, 196-198 
zinc 166-168 
Formic acid, aluminum vs., 145 
chromium alloys vs., 298, 307, 308 
copper vs., 409, 410, 416, 439, 442 
copper (high) alloys vs., 441, 442 
lead vs., 203 
nickel vs., 362 
nickel-copper alloys vs., 390 
Forms of corrosion, 15, 16, 29-48 
in classification of corrosion, 17 
Fresh water, aluminum vs., 100, 118, 
119-120 
cadmium-plate vs., 178 
chromium alloys vs., 100, 312, 313, 315 
chromium plated steel vs., 340 
in classification of corrosion, 17 
comparison of various metals, 100 
copper vs., 100, 407, 421 
copper (high) alloys vs., 100, 431, 434, 
437, 438, 447 
as corrosive, 63-68 
iron vs., 100, 158, 236, 244, 245, 246, 
257, 258, 261, 346, 355 
lead vs., 100, 206, 215, 216, 217 
magnesium vs., 110 
nickel vs., 100, 352, 353, 354, 368, 369 
nickel-copper alloys vs., 100, 395, 396 
nickel-iron alloys vs., 346, 347 
tin vs., 100 
zinc vs., 100, 158, 159, 164, 165, 166, 
167, 171 
Fruit acids, 59, 72 
Fruit juices, aluminum vs., 136 
chromium alloys vs., 316 
copper vs., 420 
nickel vs., 371 
nickel-copper alloys vs., 397 
Fuels, 50, 51 amet 
Fuming sulfuric acid, iron vs., 253 
. Furnaces, 74, 75 
Fused borax, nickel vs., 377 
Fused caustic, chromium alloys vs., 309, 


SUBJECT INDEX 


3 
copper vs., 417 
iron vs., 2 
nickel vs., 376 } 
Fused substances, chromium alloys vs., 
325-326 
nickel vs., 376 
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Fused salts, nickel-copper alloys vs., 382 
Fused cyanide, nickel vs., 377 
Fused potassium bisulfate, nickel vs., 


Fi 
Fused silver chloride; nickel vs., 377 
Fused sodium peroxide, copper vs., 417 
Fused sodium peroxide, nickel vs., 376 
Fused sulfur, copper vs., 427 
nickel-copper alloys vs., 402 
Fused vanadic oxide, nickel vs., 377 


Gallic acid, chromium alloys vs., 307, 308 
Galvanic (two-metal) corrosion, of alloy 

phases, 92 

aluminum, 106, 107, 120-125, 158, 260, 
277, 295, 335, 354, 382, 383, 407, 432 

cadmium, 123, 124, 175, 177-178, 260, 
262, 335 

chromium, 123, 260, 262, 335-336 

chromium alloys, 206, 260, 263, 294-297, 
358, 382, 383, 407, 432 

chromium-plate, 335-336 

in classification of corrosion, 17 

copper, 107, 121, 123, 124, 158, 260, 261, 
262, 294, 295, 335, 354, 355, 356, 357, 
358, 382, 383, 407-408, 432 

copper (high) alloys, 121, 123, 206, 
260, 294, 295, 296, 356, 357, 382, 383, 
407, 408, 432-433 

definition, 32 

diagram of, 38 

as form of corrosion, 29, 32-34 

galvanized steel, 107, 123, 382 

iron, 107, 123, 124, 158, 159, 175, 177, 
184-186, 206, 260-263, 277, 295, 296, 
335, 351, 354, 355, 356, 382, 383, 407, 
408, 432, 433 

lead, 107, 121, 158, 205-206, 260, 354, 
355, 383, 407, 432 

magnesium, 106-107, 121, 124, 382 

manganese, 107 

mercury, 107 : 

nickel, 107, 121, 123, 124, 158, 260, 262, 
295, 335, 351, 354-358, 363, 382, 383, 
384, 407, 432 

nickel-copper alloys, 121, 122, 205, 206, 
294, 295, 296, 297, 356, 358, 382-384, 
387, 407, 408, 432 

nickel plate, 351 

photograph of, 42 

pitting, 45 

platinum, 107, 260, 296, 382 

practical example of, 42 

as rate factor, 24 

silver solder, 384 

solder (lead-tin), 206, 354, 383, 384, 407 

and solution cells, 35-38 

tin, 121, 182, 183, 184-186, 187, 188, 189, 
190, 191, 196, 260, 262, 354, 382, 383, 
407, 432 

zinc, 107, 121, 123, 124, 158-159, 260, 
262, 295, 335, 354, 382, 383, 432 
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Galvanic series, standard electrochemi- 
Caleo2, 33: 
Galvanized iron and steel (see Zinc and 
zinc coatings) 
Gas, natural, 53 
Gas, combustion, 74 
Gasoline, copper vs., 426 
Gold, oxidizing agents vs., 59 
Grapefruit, iron vs., 181, 182 
tin vs., 181 
Grape juice, aluminum vs., 136 
chromium alloys vs., 316 
iron vs., 182 
nickel vs., 371 
tin vs., 182, 197 
Growth, cast iron, 266-267 


Halide acids, chromium alloys vs., 298, 
299 


silicon iron vs., 275, 276 
Halides, as corrosion products, 69 
Halogens, 63 
Harbor waters, 70 
Hard waters, lead vs., 217 
Health, effect of food contamination on, 
71 (see also Toxicity) 
Heat conductivity, 104 
Herculoy, (see Copper (high) alloys) 
High-temperature conditions, alumi- 
num vs., 148-149 
chromium VS., 340-342 
chromium alloys vs., 317-326 
in classification of corrosion, 17 
copper vs., 406, 407, 425-426 
copper (high) alloys vs., 74, 452 
as corrosive, 73-76 
iron vs., 74, 75, 263-268 
lead vs., 223 
nickel vs., 350, 372-376 
nickel- -copper ’alloys vs., 382, 399-401 
nickel-iron alloys vs., 347- 348 
tin vs., 199 
zinc vs., 172 
Homogeneity of metal, as corrosion fac- 
tor, 92 
and chemical affinity, 84 
lack of, 24, 31 
Humidity, i in air, 50 
films and, 25 
Hydrate film, zinc, 159, 160, 161 
Hydrochloric acid, air and, 61 
aluminum vs., 115, 1 ¥ gs 138, 139, 140- 
141 
chromium vys., 335, 338 
chromium alloys vs., 287, 295, 297, 298, 
299-300, 303, 304 
chromium- plated steel vs., 338 
copper vs., 386, 408, 409, 410, 411, 412, 
413-414, "440 
copper (high) alloys vs., 438, 442, 443 
as corrosive, 21, 55, 58, 76 
at high temperature, 76 
iron vs., 232, 247, 248, 249, 250, 256 


’ 
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Hydrochloric acid, lead vs., 203, 206, 


207, 208, 210, 211, 214 
molybdenum alloys Me 279-281 
magnesium vs., 1 110 
nickel vs., 21, 280, 358, 359-360, on 
nickel- -copper alloys vs., 384, "385, 
nickel-iron alloys vs., 345 
silicon-iron vs., 274, 275, 276 
as strong acid, "55, 58 
tin vs., 184, 193, 194, 195 
zinc VS., 159, 160, 161, 162 
Hydrocarbon gases (high temperature) 
copper vs., 425, 426 
Hydrofluoric acid, lead vs., 203, 206, 213 
magnesium vs., 106, 110 
nickel-copper alloys vs., 387-388 
silicon-iron vs., 275, i 
Hydrogen (aqueous conditions) (see 
Polarization) 
in acid corrosion, 19, 20 
in electrolysis, 23 


in galvanic action, 34 
over voltage, 55, 110, 181, 185, 189, 193, 
230 


as product of corrosion, 88 
in solution cells, 37 
Hydrogen, (high temperature) copper 
vs., 425, 426 
Hydrogen embrittlement, in alkalies, 79 
iron, 254 
Hydrogen ion, acidity and, 19, 20 
acids and, 
electrolytic effect and, 23 
in weak acids, 59 
Hydrogen peroxide, nickel-copper alloys 
vs., 391 
Hydrogen sulfide (in atmosphere), 51 
Hydrogen sulfide (high temperature) 
as corrosive, 75 
iron vs., 264-265, 324 
nickel vs., 375 
nickel-copper alloys vs., 401 
Hydrogen sulfide (in solution), chromi- 
um alloys vs., 305 
chromium-plated steel vs., 338, 339 
as corrosive, 76, 
copper vs., 416 
nickel vs., 362, 366, 377 
hickel-copper alloys vs., 391 
Hydroxy acids (see also Organic acids, 
Acetic acid, etc.) 
copper vs., 416 
copper (high) alloys vs., 444 
Hygroscopic substances, 25 
in soils, 53 
Hypochlorite salt solutions, 
vs., 131, 134 
chromium alloys vs., 312 
copper vs., 419 
copper (high) alloys vs., 446 
nickel vs., 366 
nickel-copper alloys vs., 393, 395 


aluminum 
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Hypochlorite salt solutions, tin vs. 
198-199 
Hypochlorous acid, 59 


Impingment attack (steam), nickel 
copper alloys, 399 
Inclusions, films and, 94 
pits and, 31 
Indoor air, chromium-plate, 332 
iron vs., 244 
Industrial atmosphere, 50 (see also 
Urban air) 
sulfur compounds in, 77 
Inhibitors of corrosion, aluminum, 134, 
135, 146 
in foods, 72 
iron vs., 234, 240, 246, 253-254 
oxidizing agents as, 63 
silicates as, 67 
in tin can, 189-190 
Inland air (see Rural air) 
Insulation, galvanio, 34 
Intercrystalline embrittlement or attack 
(see Intergranular attack) 
Intergranular attack (see also Corro- 
sion cracking, Corrosion fatigue, 
Hydrogen embrittlement) 
alkalies and, 79, 92 
chromium alloys, 291-294, 302, 303 
copper, 425, 426 
duralumin, 47, 113, 114, 115, 116-117 
iron, 238, 239, 253, 265 
at high temperature, 75 
nickel, 373, 375, 376 
nickel-copper alloys vs., 394, 401, 402 
photograph of, 95 
pitting, 31 
Invar, 344, 347 
Iodine, copper vs., 406 
as corrosive, 63 
nickel-copper alloys vs., 402 
Iron and steel, 227-268 
abrasion of protective film, 253 
Boe acid vs., 100, 190, 247, 248, 250, 
acids vs., 228, 229, 232, 246-256, 262 
acid-neutral boundary, 228, 229, 248, 


249 

air vs., 51, 234, 235, 242-246, 262 

air (high temperature) vs., 263-265, 
267 

air-free (neutral) solutions vs., 231- 
232 

alkaline solutions vs., 78, 228, 229, 232, 
256-260, 262 

alkaline-neutral boundary, 228, 229, 
257 

aluminum chloride vs., 234 

aluminum sulfate vs., 234. 

aluminum -treatment at high tempera- 
ture, 268 

ammonia (high temperature) vs., 265 

ammonium chloride vs., 260 


Iron and steel, ammonium hydroxide 


vs., 260 

barium hydroxide vs., 256 

beets vs., 181 

blackberries vs., 181 

boiler water vs., 238-241 

boilers, 238-241 

brines vs., 234 

butyric acid vs., 247 

cadmium plate, 175-178, 244, 246, 262 

calcium bicarbonate vs.. 158 

calcium carbonate vs., 233, 238 

calcium chloride vs., 234 

calcium hydroxide vs., 257 

calcium silicate vs., 238 

calcium sulfate vs., 238 

carbon (high temperature) vs., 265 

carbon dioxide (high temperature) 
vs., 264, 266 

Ce dioxide (in water) vs., 233, 234, 
3 

carbon monoxide vs., 264 

carbonic acid vs., 158 248, 249 

case-hardening (steel), 265 

cast iron, 227, 234, 236, 250, 251, 252, 
256, 258, 259, 263, 264, 266, 267 

cast iron, alloy, 228, 255, 256, 258, 
259, 266, 267 

caustic alkaline solutions vs., 256-259 

chloride salts, iron vs., 233 

chromate salts vs., 234 

chromic acid vs., 247, 250 

chromium plate, 244, 246, 262, 279-284 

chromium (stainless) steel (see also 
285-326)- 227 

cherries vs., 181, 182 

citric acid vs., 181, 186, 232, 247 

in classification of corrosion, 17 

copper salts vs., 234 

corn vs., 181 

corrosion fatigue, 239, 244-246 

corrosion resistance, general, 228 

cranberry juice vs., 182 

deactivation, 236, 238 

deaeration, 235-236, 238 

dewberry juice vs., 182 

distilled water vs., 239 

elderberry juice vs., 182 

electrolytic effects, 23 

ferric hydroxide layer, 230, 233, 250 

ferric salts vs., 234 ,256 

ferrous hydroxide layer, 230, 233 

ferrous sulfate film, 89, 252 

food products vs., 181-192, 242 

fresh water vs., 100, 158, 236, 244, 245, 
246, 257, 258, 261, 346, 355 

fuming sulfuric acid vs., 253 

fused caustic soda vs., 259 

galvanic behavior, $3.5 107,120 ues 
158, 159, 175, 177, 184-186, 206, 260- 
263, 277, 295, 296, 335, 351, 354, 355, 
356, 382, 383, 407, 408, 432, 433 

galvanized, 154-172, 242, 244, 262 
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Iron and steel, glass enamel coatings, 
242 

grapefruit vs., 181, 182 

grape juice vs., 182 

graphitization (cast iron), 238 

growth (cast iron) 266-267 

high temperature conditions vs., 74, 
75, 263-268 

hot water heating systems, 231, 236 

hydrochloric acid vs., 184, 232, 247, 
248, 249, 250, 256 

hydrogen embrittlement, 254 

hydrogen evolution, 228, 229, 230, 231, 
232 


hydrogen sulfide (high temperature) 
vs., 264-265 

indoor air vs., 244 

inhibitors, 233, 234, 240, 246, 253-254 

intergranular embrittlement, 238, 239, 

lactic acid vs., 247 

laundry waters, 234 

lime (in water) vs., 233 

magnesium carbonate vs., 238 

magnesium chloride vs., 234, 238 

magnesium silicate vs., 238 

magnesium sulfate vs., 158 

malic acid vs., 181, 186, 250 

malonic acid vs., 190 

mercury salts vs., 234 

mill scale, 236, 237, 238, 263 

mine water vs., 234 

molten brazing solder vs., 268 

molten copper vs., 268 

molten lead vs., 267 

molten -metals vs., 267-268 

molten zinc vs., 267, 268 

municipal water supplies, 234 

neutral-acid boundary, 228, 229, 248, 249 

neutral solutions, 228, 229, 230-246, 
260, 262 

neutral-alkaline boundary 228, 229, 257 

neutral solutions, effect of constitu- 
ents in, 232-234 

ae iron alloys (see also 344-348), 


nickel plate, 244, 262, 350-352 

nitric acid vs., 100, 247, 248, 250, 254- 
255, 256 

nitriding (steel), 265 

nitrogen (high temperature) vs., 265 

overvoltage, 185, 189, 230 

oxalic acid VS., i81 

oxide coating (high 
263-265 

oxide film, 230 

oxidizing agents vs., 59 

oxygen (high temperature) vs., 264 

paints, 244 

passivity, 250, 254 

peach juice vs., 182 

phenols vs., 249 

phosphoric acid vs., 250, 255, 256 


temperature), 
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Iron and steel, pineapple juice vs., 181 
“pipe line currents”, 241 
pitting, 229, 231, 235, 238 
polorization e hydrogen, 230 
potassium chloride vs., 233 
potassium chromate vs., 233 
potassium ferricyanide vs., 233, 234 
potassium hydroxide vs., 256, 258, 259 
potassium nitrate vs., 233 
potassium sulfate vs., 233 
pre-heaters, 238 
products of corrosion, 89 
propionic acid vs., 250 
protective film, 228, 233, 234, 235, 241, 

250, 252, 258 
prunes and citric acid vs., 186 
pumpkin vs., 181 
raspberry juice vs., 182 
refrigerating brines, 234 
resistance compared with other 
metals, 100 

rhubarb vs., 181, 182 
rural air vs., 243, 244 
rust, 230, 231, 234, 243, 257 
salt solutions vs., 62, 230-246 
salt water vs., 100 


sea air VS., 243, 244 
sea water vs., 100, 235-238, 245, 246, 
263, 346 


silicon i iron, (see also 274-277) 227, 255 

sae carbonate vs., 233, 234, 240, 
2 

sodium chloride vs., 158, 235, 260, 261, 
262, 346, 355, 408 

sodium chromate vs., 234 

sodium dichromate vs., 234 

sodium hydroxide vs., 100, 233, 234, 
240, 241, 256-259 

sodium phosphate vs., 233, 234 

sodium silicate vs., 234, 2 

sodium sulfate vs., "158, oo 241, 296 

soil waters vs., 241 

solution cells, 236, 241 

stannous salts vs., 185 

steam vs., 234, 246, 264, 266 

steam systems, 234, 236 

steel (carbon), 227, 234, 235, 237-238, 
242, 243, 250, 252, ee 263, 264, 265 

steel (chromium), 227 , 245, 2 246, 263 

yas (copper), 227, 234, 235, 237- 238, 


steel (low alloy), 227. 244, 245, 246 

steel (molybdenum), 227 

steel (nickel), 227, 237-238, 245, 246, 
258, 264 

strawberries vs., 181, 182 

stray currents, 241 

stress corrosion, 239, 240, 244-246 

succinic acid vs., 190 

sulfur dioxide (high temperature) 
VS., 

sulfur gases (high temperature) ys., 
O64 a g Pp ) 


a 
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Iron and steel, sulfuric acid vs., 21, 100, 
247. 248, 249, 250-255, 256, 345, 355 
tannin vs., 240 
tartaric acid vs., 181, 250 
tin salts vs., 234 
tin plate, 180-199, 242, 244, 262 
tomato juice vs., 182 
toxicity, 242 
tri-sodium phosphate vs., 240, 247, 257 
types, 227 
types, comparison of resistance, 234- 
235, 299 
urban air vs., 100, 242 
water vs., 230-246 
wrought iron, 227, 234, 235, 237-238, 
242, 243, 251. 
zinc coatings, 154-172, 242, 244, 262 
zinc sulfate vs., 233, 234 
Tron chloride, chromium alloys vs., 310 
ane salts in acids, aluminum vs., 138, 
41 
Iron salts, nickel vs., 360 


Lactic acid, aluminum vs., 140, 145-146 
chromium alloys vs., 307, 308 
copper vs., 410, 411, 412, 416, 439 
as corrosive, 72 
iron vs., 247 
in milk, 73 
nickel vs., 362 
nickel-copper alloys vs., 384, 390 
tin vs., 194 

Laps, surface, 94 

Lead, 202-223 
acetic acid vs., 100, 203, 204, 205, 206, 

208, 212, 220 
air vs., 204, 205, 221-223 
air (high temperature) Vs., 223 
alkaline solutions vs., 203, 214-215 
alloys, 202, 205, 221 
ammonium hydroxide vs., 215 
ammonium phosphate vs., 213 
amphoteric nature, 214 
antimony in, 202, 206, 210, M122 215,220 
barium hydroxide vs., 204 
bearing alloys, 202 
bicarbonate salts vs., 215 
cable sheathing, 202, 219 
calcium bicarbonate vs., 216 
calcium carbonate vs., 216 
calcium hydroxide vs., 220, 223 
carbonate film, 215, 217 

carbonate salts vs., 203, 215 
carbonic acid vs., 217, 218 
caustic alkaline solutions vs., 214 
chloride salts vs., 215, 219 
chromate salts vs., 215 
chromic acid vs., 203, 213 
in classification of corrosion, Wf 
composition, 202 
concrete vs., 223 
corrosion fatigue, 204-205 
distilled water vs., 204, 205, ZB vol. 


Lead, embrittlement, 204-205 


formic acid vs., 203 

fresh water vs., 100, 206, 215, 216, 217 

galvanic behavior, 33, 107, 121, 158, 
205-206, 260, 354, 355, 383, 407, 432 

“hard” lead, 202, 205 

hard waters vs., 217 

high temperature conditions vs., 223 

hydrochloric acid vs., 21, 203, 206, 207, 
208, 210, 211, 214 

hydrofluoric acid vs., 203, 206, 213 

impurities in, 214 

lime vs., 217 

magnesium sulfate vs., 216 

neutral solutions vs., 203, 215-221 

nitrate salts vs., 203, 215-216 

nitric acid vs., 100, 203, 204, 206, 207, 
208, 210, 211-212 

oak timbers vs., 223 

oil vs., 204, 205 

oxide film, 215, 217, 222 

phosphoric acid vs., 203, 206, 212-213 

potassium chloride vs., 216 

potassium dichromate vs., 215-216 

products of corrosion, 89 

protective films, 202, 203, 205, 207, 208- 
209, 215, 217, 222 

potassium nitrate VS., 216 

potassium sulfate vs., 216 

resistance, compared with other 
metals, 100 

rural air vs., 222 

sea air vs., 222 

sea water vs., 100, 216 

silicate solutions vs., 215, 217 

sodium carbonate vs., 216 

sodium chloride vs., 206, 215 

sodium hydroxide vs., 100, 204, 214, 223 

sodium sulfate vs., 216 

soft waters vs., 217 

soil waters vs., 203, 215, 219, 220, 221 

in solder, 180, 202 

solubility of compounds, 203 

steam vs., 223 

stray electric currents, 221 

strength, 202, 223 

stress corrosion, 204-205 

sulfate film, 207, 208-209 

sulfate salts vs., 215 

sulfuric acid vs., 57, 100, 203, 205, 206, 
207, 208-211, 212, 214 

sulfurous acid vs., 203, 206, 209, 210, 
213 

in Terne plate, 199, 221 

tin in, 202, 220 

toxicity, 217, 219 

turpentine vs., 223 

urban air vs., 100, 222 

vichy water vs., 217 

vinegar vs., 208 

water vs., 204, 215-221 


Leaded bronze (see Copper (high) 


alloys) 
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Lemonade, zinc vs., 167 
Lemon juice, aluminum vs., 136 
chromium alloys vs., 316 
copper vs., 420 
nickel vs., 371 
tin vs., 197 
Lime (in water), iron vs., 233 
lead vs., 217 , 
Local corrosion (see Electrolytic effects, 
Corrosion cracking, Pitting, Solu- 
tion cells) 


Magnesium and its alloys, 105-110 
acids vs., 106, 110 
air vs., 108 
alloying elements, effect of, 105 
caustic solutions vs., 106 
chromic acid vs., 110 é 
in classification of corrosion, 17 
copper in, 105 
fresh water vs., 110 
galvanic behavior, 33, 
124, 382 
hydrochloric acid vs., 106, 110 
hydrofluoric acid vs., 106 110 
manganese in, 105, 109, 110 
nickel in, 105 
nitric acid vs., 110 
overvoltage, 110 
oxide film, 105, 106 
phosphoric acid, vs., 110 
pitting, 107, 108 
protective methods, 108-109 
salt spray vs., 109 
salt water vs., 109-110 
sea air vs., 108 
sodium chloride vs., 106 
types of alloys, 105 
urban air vs., 108 
waters vs., 106 
Magnesium. carbonate, iron vs., 238 
Magnesium chloride, aluminum vs., 134 
copper vs., 418 
copper (high) alloys vs., 445, 446, 447 
iron vs., 234, 238 
nickel-copper alloys vs., 393 
nickel iron alloys vs., 345 
tin vs., 198 
Magnesium nitrate, copper (high) alloys 
vs., 445 
Magnesium silicate, iron vs., 238 
Magnesium sulfate, aluminum vs., 134 
iron vs., 158 
lead vs. 216 
nickel-iron alloys vs., 345 
zinc vs., 158, 165 
Malic acid, aluminum vs., 140, 145-146 
chromium alloys vs., 307, 316 
copper vs., 410, 416 
as corrosive, 72 
iron vs., 181, 186, 250 
nickel-copper alloys vs., 384, 390 
nickel vs., 362 


106-107, 121, 
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Malic acid, tin vs., 181, 190, 194, 195, 196 
Malonic acid, iron vs., 190 
tin vs., 190, 195 ; 
Manganese, galvanic behavior, 107 _ 
Manganese bronze, (see Copper (high) 
alloys) 
Marine growth (see also Barnacles), 
copper, 423 
as electrolytic cells, 70 
Marsh soils, 52 : 
Measurement of corrosion, 
corrosion, 30 
metal effect on corrosive, 7] 
pitting, 32 
rates, 19 100-104 
soil corrosion, 55 
Meat, nickel-copper alloys vs., 397 
Melting point, data on metals, 104 
Mercaptan (in water), nickel vs., 377 
Mercuric chloride, aluminum vs., 134 
chromium alloys, vs., 310 
nickel vs., 366 
nickel-copper alloys vs., 393 
Mercuric salts, copper vs., 412, 419 
copper (high) alloys vs., 444, 446 
nickel-copper alloys vs., 394 
Mercurous sulfate, 
chromium alloys vs., 302 
Mercury, as corrosive, 47 
galvanic behavior, 107 
nickel vs., 376 4 
nickel-copper alloys vs., 402 
Mercury chloride, chromium alloys vs., 
310 


chemical 


Mercury salts, aluminum vs., 138 
brass vs., 436 
iron vs., 234 
Milk, aluminum vs., 137 
as corrosive, 72, 73 
chromium alloys vs., 295 
‘copper vs., 420, 421 
nickel vs., 354, 372 
nickel-copper alloys vs., 397 
tin vs., 196, 197 
zinc vs., 167 
Mine waters (see also Ferric salts, Sul- 
furic acid), copper vs., 412 
copper (high) alloys vs., 21, 444 
ferric iron in 52 
iron vs., 234 
nickel vs., 362 
nickel-copper alloys vs.. 39] 
silicon-iron ys., 274, 275 
Mineral spring water as corrosive, 77 
Moisture, atmospheric, 25, 50 
nae aluminum, chromium alloys ys., 
nickel vs., 376 
nickel-copper alloys vs., 401 
Molten antimony, copper vs., 428 
Molten babbitt, chromium alloys vs., 325 
Molten bismuth, copper vs. 428 
Molten brass, chromium alloys vs., 325 
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Molten brazing solder, iron vs., 268 
Molten copper, iron vs., 268 
Molten glass, chromium plate vs., 341 
Molten lead, chromium alloys vs., 325 
chromium-plate vs., 342 
copper vs., 428 
iron vs., 267 
nickel vs., 376 
nickel-copper alloys vs., 401 
Molten metals (see also specific metals), 
chromium alloys vs., 325 
copper vs. 428 
iron vs., 267-268 
nickel vs., 376 
nickel-copper vs., 382, 401-402 
Molten solder, chromium alloys vs., 325 
nickel vs., 377 
Molten tin, chromium alloys vs., 325 
copper vs., 428 
nickel vs., 376 
nickel-copper alloys vs., 401 
Molten zinc, chromium alloys vs., 325 
copper vs., 428 
iron vs., 267, 268 
nickel vs., 376 if 
nickel-copper alloys vs., 401, 402 
Molybdenum alloys, 279-284 
chlorine (in solution) vs., 284 
chromium in, 
in classification of corrosion, 17 
cupric chloride vs. 282 
cupric salts vs., 279 
ferric chloride vs., 281 
. ferric salts vs., 279 
ferric sulfate vs., 282 
ferrous chloride vs., 282 
hydrochloric acid vs., 279-281 
nitric acid vs., 279, 283 
non-oxidizing acids vs., 279 
oxidizing acids vs., 279, 281, 282, 283 
phosphoric acid vs., 283-284 
smoke scrubber conditions vs., 282 
sulfidizing acid vs., 283 
sulfuric acid vs., 282-283 
sulfurous acid vs., 282 
tin salts vs., 279 
tungsten in, 279 
types, 279 
Monel metal (see Nickel-copper alloys) 
Monochloracetic acid, chromium alloys 
vs., 308 
Movement of corrosive, air, 51 
aeration, 62 ; 
in classification of corrosion, 17 
high temperature conditions, 75 
as rate factor, 22-23 d 
Muntz metal (see Copper (high) alloys) 


Natural water (see Fresh water) 
Naval brass (see Copper (high) alloys) 
Neutral solutions (see also specific 
solution), cadmium, 175 
iron vs., 228, 229, 230-246, 260, 262 
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Neutral solutions, lead vs., 203, 215-221 

nickel, 350 

nickel-copper alloys vs., 382, 393 

nickel-iron alloys vs., 345 

Nickel, 350-378 

Sate acid vs., 100, 358, 360-361, 362, 

acids vs., 350 354, 358-363 

air vs., 51, 350, 354, 366-368 

air (high temperature) vs., 373 

alkaline solutions vs., 78, 350, 363-365 

ammonia (high temperature) vs., 375 

ammonium hydroxide vs., 364-365 

apple juice vs., 371 

benzol vs., 377 

brines, 355 

calcium chloride vs., 365 

calcium nitrate vs., 365 

carbonated water vs., 369 

carbon dioxide (in water) vs., 369 

carbon dioxide (in steam) vs., 370 

carbon tetrachloride vs., 377-378 

caustic alkaline solutions vs., 363 

cereals vs., 370 

chlorinated compounds vs., 377-378 

chlorine (in solution) vs., 366 

chromate solution vs., 362 

chromic acid vs., 362 

citric acid vs., 362 

in classification of corrosion, 17 

composition, 350 

copper chloride vs., 366 

copper salts vs., 362, 366 

corrosion fatigue, 352-354 

cranberry juice vs., 371, 372 

currant juice vs., 371, 372 

dichlorethylene vs., 377 

distilled water vs., 368, 369 

ferric chloride vs., 366 

ferric salts vs., 358, 362, 366 

fissured surface, effects of, 369 

“fogging,” 367 

food products vs., 350, 370-372 

food products vS., 

formic acid vs., 362 

fresh water vs., 100, 352, 353, 354, 368, 
369 

fruit juices vs., 371 

fused borax vs., 377 

fused caustic vs., 376 

fused cyanide vs., 377 

fused potassium bisulfate vs., Sd: 

fused silver chloride vs., 377 

fused sodium peroxide vs., 376 

fused substances vs., 376 

fused vanadic acid vs., 377 

galvanic behavior, 33, 107, i21...123, 
124, 158, 260, 262, 295, 335, 351, 354- 
358, 363, 382, 383, 384, 407, 432 

grape juice vs., 371 ; 

high temperature conditions vs., 350, 
372-376 
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Nickel, hydrochloric acid vs., 21, 280, 
358, 359-360, 386 

hydrogen sulfide (high temperature) 
vs., 375 ; : 

hydrogen sulfide (in solution) vs., 362, 
366, 377 

hypochlorites vs., 366 

intergranular attack, 373, 375, 376 

iron salts vs., 360 

lactic acid vs., 362 

lemon juice vs., 371 

malic acid vs., 362 

mercaptan (in water) vs., 377 

mercuric chloride vs., 366 

mercury vs., 376 

milk vs., 354, 372 

mine water vs., 362 

molten aluminum vys., 376 

molten lead vs., 376 

molten metals vs., 376 

molten sulfur vs., 377 

molten tin vs., 376 

molten zinc vs., 376 

neutral solutions vs., 350 

nickel plate, 350-352 

nitric acid vs., 100, 350, 354, 358, 359 

nitriding gases vs., 375 

oil vs., 377 

organic acids vs., 361-362 

passivity, 350, 364 

pentachlorethane vs., 377 

peroxide solution, 362 

phosphoric acid vs., 358, 360 

pitting, 365, 366, 369, 377 

potassium dichromate vs., 365 

potassium hydroxide vs., 363 

products of corrosion, 89 


reducing gases (high temperature) — 


vs., 374-375 

resistance compared with other met- 
als, 100 

rural air vs., 366, 368, 398 

salt solutions vs., 354, 355, 365-366 

sea air vs., 366, 368, 398 

sea water vs., 100, 354, 368 

silver nitrate vs., 366 

silver salts vs., 366 

sodium carbonate vs., 365 

sodium chloride vs., 346, 365 

sodium hydroxide vs., 100, 363-364 

sodium nitrate vs., 365 

sodium sulfate vs., 365 

sodium sulfide vs., 366 

stannic chloride vs., 366 

stannic salts vs., 366 

steam vs., 370 

stress corrosion, 352-354 

sulfur dioxide (high temperature) vs., 
375, 376 

sulfur gases (high temperature) vs., 
Xf Bas 4 

sulfuric acid vs., 100, 345, 354, 355, 
358-359, 362 
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Nickel, sulfurous acid vs., 358, 362 


tartaric acid vs., 358, 362 
tetrachlorethane vs., 377 
tomato juice vs., 371, 372 
toxicity, 370, 372 
trichlorethylene vs., 377 
urban air vs., 100, 366, 368, 398 
vegetables vs., 371 
vinegar vs., 371 

water vs., 368-370 
water-line attack, 376 
zinc carbonate vs., 365 
zinc chloride vs., 365 
zinc nitrate vs., 365 
zinc sulfate vs., 365 


Nickel-copper alloys, 381-403 


acetic acid vs., 100, 384, 385, 389-390 

acetone vs., 402 

acids vs., 382, 384-391 

aeration effect (acids), 22 

air vs., 382 

alcohol vs., 402, 403 

alkaline solutions vs., 391-393 

aluminum chloride vs., 394 

aluminum sulfate vs., 393, 394 

ammonia (high temperature) vs., 401 

ammonium hydroxide vs., 382, 392-393 

benzol vs., 402 

brines vs., 382 

calcium chloride vs., 393 

calcium hypochlorite vs., 394, 395 

carbon tetrachloride vs., 402 

caustic alkaline solutions vs., 382 

chloride salts vs., 393 

chlorinated hydrocarbons vs., 402 

chlorine (in solution) vs., 395 

chloroform vs., 402 

chromic acid vs., 384, 388 

citric acid vs., 384, 390 

composition, effect of, 385 

copper chloride vs., 394 

copper nitrate vs., 394 

copper salts vs., 391, 394 

copper sulfate vs., 391, 394 

corrosion fatigue, 396 

cyanide solutions vs., 393 

distilled water vs., 395 

ethylene dichloride vs., 402 

fatty acids vs., 390-301 

erric chloride vs., 393 

ferric salts vs., 389, 391, 394 

“fogging” in air exposure, 398 

food products vs., 382, 396-397 

formic acid vs., 390 

fresh water vs., 100, 395, 396 

fruit juices vs., 397 

fused salts vs., 382 

fused sulfur vs., 402 

galvanic behavior 33, 121, 122, 205, 
206, 294, 295, 296, 297, 356, 358, 382- 
384, 387, 407, 408, 432 

high temperature conditions vs., 74, 
382, 399-401 


Nickel-copper alloys, hydrochloric acid 
vs., 384, 385, 387 
hydrofluoric acid vs., 387-388 
hydrogen peroxide vs., 391 
hydrogen sulfide (high temperature) 
vs., 401 
hydrogen sulfide (in solution) vs., 391 
hypochlorite solutions vs., 393, 395 
impingement attack by steam, 399 
intergranular attack, 394, 401, 402 
iodine vs., 402 
lactic acid vs., 384, 390 
magnesium chloride vs., 393 
malic acid vs., 384, 390 
marine growths, fouling by, 395 
meats vs., 397 
mercuric chloride vs., 393 
mercuric salts vs., 394 
mefcury vs., 47, 402 
milk vs., 397 : 
mine water vs., 391 
molten aluminum vs., 401 
molten lead vs., 401 
molten metals vs., 382, 401-402 
. molten tin vs., 401 
molten zinc vs., 401, 402 
7 neutral solutions vs., 382, 393 
nitric acid vs., 22, 100, 384, 388 
nitriding gas vs., 401 
oil vs., 402 
oleic acid vs., 390-391 
organic acids vs., 390 
oxalic acid vs., 390 
oxidizing acids vs., 60, 61 
oo (high temperature) vs., 400- 





phosphoric acid vs., 384, 388-389 
pitting, 388, 389, 391, 394, 395, 402 
potassium chloride vs., 393 
potassium cyanide vs., 395 
potassium dichromate vs., 393, 394 
potassium hydroxide vs., 391, 392 
protective film, 396 

rural air vs., 398, 399 

salt solutions vs., 393 
salt water vs., 381 

sea air vs., 398, 399 

sea water vs., 100, 395, 396 

silver nitrate vs., 394 

sodium carbonate vs., 393, 394 
sodium chloride vs., 296, 393, 394 
sodium cyanide vs., 395 

sodium hydroxide vs., 100, 391-392 
sodium hypochlorite vs., 394, 395 
sodium silicate vs., 394 

sodium sulfate vs., 393 

steam vs., 399 

stearic acid vs., 390-391 
stress-corrosion, 396 

sulfide salt solutions vs., 393 

sulfur (in water) vs., 391 

sulfur dioxide (high temperature) vs., 

401 
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Nickel-copper alloys, sulfur gases (high 

temperature) vs., 382, 401 

sulfuric acid vs., 21, 22, 100, 296, 384, 
385-387 

sulfurous acid vs., 384, 388 

tannic acid vs., 384 

tartaric acid vs., 384, 390 

temperature effect on corrosion, 385 

tin chloride vs., 394 

toxicity, 397 

trichlorethylene vs., 402 

tri-sodium phosphate vs., 394 

types, 381 

urban air vs., 100, 398, 399 

vegetables vs., 397 

water vs., 382, 395-396 

water-line attack, 395 

“wire-drawing” by steam, 399 


Nickel-iron alloys, 344-348 


acetic acid vs., 345 

acids vs., 344-345 

air vs., 344, 347 

alkaline solutions vs., 346-347 

ammonium chloride vs., 345 

carbon dioxide (high temperature) 
vs., 348 

caustic alkaline solutions vs., 346 

in classification of corrosion, 17 

fresh water vs., 346, 347 

high temperature conditions vs., 347- 
348 

hydrochloric acid vs., 345 

Invar, 344, 347 

magnesium chloride vs., 345 

magnesium sulfate vs., 345 

neutral solutions vs., 345 

nitric acid vs., 345 

oxygen (high temperature) vs., 348 

pitting, 346 

rural air vs., 347 

rusting, 347 

salt solutions vs., 345 

sea air vs., 347 

sea water vs., 346, 347 

sodium chloride vs., 346 

sodium hydroxide vs., 259, 346, 347 

sodium sulfate vs., 345 

steam (high temperature) vs., 348 

sulfur dioxide (high temperature) vs., 
348 

sulfuric acid vs., 344, 345 

types, 344 

urban air vs., 347 

water vs., 345 


Nickel plate, 350-352 


acids vs., 351 

air vs., 351, 352 

alkaline solutions vs., 351 
galvanic behavior, 351 
rural air vs., 352 

salt solutions vs., 351 
sea air vs., 352 

urban air vs., 351, 352 
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Nickel plate, water vs., 351 


Nickel silver (see Copper (high) alloys) 


Nitrate salt solutions as corrosive, 63 
lead vs., 203, 215-216 


Nitric acid.-aluminum vs., 100, 137, 138, 


139, 140, 142 
chromium vs., 338 


chromium alloys vs., 22, 100, 287, 288, 


297, 298-299, 301 
chromium-plated steel vs., 338, 339 
comparison of various metals, 100 
copper vs., 100, 409, 410, 412-413 
copper (high) alloys vs., 100, 443 


iron vs., 100, 247, 248, 250, 254-255, 256 
lead vs., 100, 203, 204, 206, 207, 208, 


210, 211-212 
magnesium vs., 110 
molybdenum alloys vs., 279, 283 
nickel vs., 100, 350, 354, 358, 359 


nickel-copper alloys vs., 22, 100, 384, 


388 : 
nickel-iron alloys vs., 345 
as oxidizing agent, 59 


silicon-iron vs., 100, 274, 275, 276, 277 


tin vs., 100, 193, 194 
zinc vs., 100 

Nitriding gases, nickel vs., 375 
nickel-copper alloys vs., 401 


Nitrogen (high temperature), chromium 


alloys vs., 322, 324, 325 
iron vs., 265 
Nitrous acid, 59 
Noble metals vs. oxidizing agents, 59 
effect of alloying with baser metals 
2 


Non-oxidizing acids (see also Sulfuric 
acid, Hydrochloric acid, etc.), mo- 


lybdenum alloys vs., 279 


Oil, lead vs., 204, 205 
nickel vs., 377 
nickel-copper alloys vs., 402 
sulfur in, 78 

Oil-well corrosion, 68 

Oleic acid, chromium alloys vs., 307 
copper vs., 416 
nickel-copper alloys vs., 390-391 
silicon-iron vs., 
zinc vs., 162 

Orangeade, zinc vs. 167 

Orange juice, aluminum Vs. 137 
copper vs., 420 


Organic acids (see also Acetic acid, 


_€tc.), nickel vs., 361-362 

nickel-copper alloys vs., 390 
Organic substances, acids, 59 

in classification of corrosion, 17 

as corrosives, 71-73 

in reaction with oxygen, 62 
“Over-straining” in metal, 93 
Overvoltage, 55 

of iron, 185, 189, 230 

magnesium, 110 


_ 


Overvoltage, tin, 181, 185, 193 
in tin can, 185, 189 
Oxalic acid, aluminum vs., 145 
chromium alloys vs., 307, 308 
copper vs., 410 
iron vs., 181 
nickel-copper alloys vs., 390 
silicon-iron vs., 27 
tin vs., 181, 196 
Oxidation (see also Oxide film, High 
temperature conditions, etc.), defini- 
tion, 20 
at high temperature, 73 
passivity, 85-87 
Oxide film (see also Film, solid protec- 
tive), chromium alloys, 295, 310, 
Brivo. 
at high temperature, 74 
inhibiting effect, 57, 60, 85 
iron, 230 
lead, 215, 217, 222 
Oxidizing acids (see also Nitric acid, 
Chromic acid, Ferric salts, etc.), 
molybdenum alloys vs., 279, 281, 282, 
283 
Oxidizing agents (see also Air (dis- 
solved), Ferric salts, etc.), in clas- 
sification of corrosion, 17 
as corrosives, 59-63 
direct chemical corrosion and, 30 
as rate factor, 20-22 
salts, 68 
Oxygen (in air), 20 
Oxygen (dissolved), in acids, 56 
cell, 40 
dissolved air, 20 
movement and, 23 
as rate factor, 20-22 
in soils, 53 
solution cells, 37-38 
in water, 67 
Oxygen (high temperature) (see also 
High temperature conditions), chro- 
mium vs., 341 
copper vs., 425 
iron vs., 264, 348 
nickel-copper alloys vs., 400-401 
as corrosive, 75 
nickel-iron alloys vs., 348 


Packing foods, 71 
Paper industry, 77 
Particle size in soils, 54, 220-221 
Passivity (see also Oxide film, Film. 
solid protective, etc.), in acids. 55 
aluminum, 85, 89 
chromium alloys, 21, 286-290 
in classification of corrosion, 17 
as corrosion factor, 85-88 
iron, 250, 254 
nickel, 350, 364 
Peach juice, iron vs., 182 
tin vs., 182 
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Pentachlorethane, copper vs., 427 
nickel vs., 377 
Peptizing, 58 
Perchloric acid, 59 
Peroxide, nickel vs., 362 
as oxidizing agent, 63 
Petroleum, 71, 77 
Pewter, 180 
Phenols, aluminum vs., 145 
chromium alloys vs., 307, 308 
iron vs., 249 
ec salt solutions, aluminum vs., 
copper (high) alloys vs., 446 
Phosphor bronze (see Copper (high) al- 
loys) 
Phosphoric acid, aluminum vs., 137, 143 
chromium vs., 338 
chromium alloys vs., 298, 304-305 
copper vs., 408, 410, 412, 413, 442 
copper (high) alloys vs., 442, 443-444 
as corrosive, 58 
iron vs., 250, 255, 256 
lead vs., 203, 206, 212-213 
magnesium vs., 110 
molybdenum alloys vs., 283-284 
nickel vs., 358, 360 
nickel-copper alloys vs., 384, 388-389 
silicon-iron vs., 274, 275, 276 
Photoengraving, zinc in, 162 
Physical constants, data on metals, 104 
Pickling of metal, 30, 61 
Picric acid, silicon-iron vs., 275 
Pineapple, iron vs., 181 
tin vs., 181 
Pipe line corrosion, 45, 54 
“Pipe line currents,” 241 
Pitting (see also Solution cells), in al- 
kaline solutions, 79 
aluminum, 113, 114, 116, 117-118, 128- 
129, 130 
chromium alloys, 287, 288, 290, 307, 
311,1312, 313, 3142315, 316, 317 
in classification of corrosion 17 
copper, 413, 414, 415, 424, 426 
copper (high) alloys, 444, 447, 448, 449 
electrolytic, 23 
as form of corrosion, 29, 30-32 
iron, 229, 231 235, 238 
magnesium, 107, 108 
nickel, 365, 366, 369, 377 
nickel-copper alloys, 388, 389, 391, 394, 
395, 402 
nickel-iron alloys, 346 
photograph of, 64, 65, 86 
solution cell 41 
zinc, 163, 165 
Platinum, galvanic behavior, 107, 260, 
oxidizing tendency, 59 
Plums, tin vs., 183 
Polarization (see also Overvoltage), 
definition, 55 
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Polarization, depolarization, 37 
galvanic, 34 
Polishing and grinding, effect of, 94 
Potassium chloride, cadmium vs., 178 
copper vs., 418 
copper (high) alloys vs., 445 
iron vs., 233 
lead vs., 216 
nickel-copper alloys vs., 393 
zinc vs., 163 
Potassium chromate, iron vs., 233 
Potassium cyanide, copper vs., 407 
nickel-copper alloys vs., 395 
Scere dichromate, aluminum 
copper vs., 412, 418 
lead vs., 215-216 
nickel vs., 365 
nickel-copper alloys, 393, 394 
zinc, 163, 164 
Potassium ferricyanide, chromium 
loys vs., 302 
iron vs., 233, 234 
Potassium hydroxide, aluminum vs., 146 
chromium alloys vs., 309, 325 
copper vs., 417 
iron vs., 256, 258, 259 
nickel vs., 363 
nickel-copper alloys vs., 391, 392 
Potassium nitrate, aluminum vs., 131 
copper vs., 418, 419 
copper (high) alloys vs., 445 
iron vs., 233 
lead vs., 216 
zinc vs., 163 
Potassium permanganate, copper vs., 412 
Potassium sulfate, copper vs., 418, 419 
copper (high) alloys vs., 445 
iron vs., 233 
lead vs., 216 
zinc vs., 163, 165 
Products of corrosion, in air, 50 
in classification of corrosion, 17 
as corrosion factor, 88-89 
films, 24, 25 
form of corrosion, and, 29, 30 
galvanic corrosion, and, 34, 35 
at high temperature, 74 
movement and, 22 
protection by, 60 
pitting, and, 31 
solubility, 68 
solution cells from, 41 
Properties, metal corrosion, classifica- 
tion, 15, 16, 17 
general discussion, 83-94 
specific discussion, 105-452 
Propionic acid, aluminum vs., 144, 145- 
146 
iron vs., 250 
Protection, galvanic, 34 
Protective film (see Film, solid, pro- 
tective) 
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Prunes and citric acid, iron vs., 186 
Prune juice, tin vs., 183 

Pumpkin, iron vs., 181 

Purity of air, 50 

Pyrogallic acid, silicon-iron vs., 275 


Rain, as factor, 50 

Raspberry juice, iron vs., 182 

tin vs., 182 ‘ 

Rate of corrosion, cross-section cover- 
ing various metals and typical solu- 
tions, 100 

interpretation, 99, 101 
unit of expression, 102, 103 

Rate factors, classification, 15, 16, 17 
discussion, 19-27 

Reactions, chemical, acid, 19-20, 56 
electrolytic, 43 

Reducing gases (high temperature), 
copper vs., 425-426 

nickel vs., 374-375 

Refrigerating brines, as corrosive, 70 

Resistance, electrical, in galvanic cir- 
cuit, 33-34 

of oxide film, 60 

Rhubarb, iron vs., 181, 182 

tin vs., 181, 182 

Rivet corrosion (galvanic), 34 

Roofs in cities, corrosion of, 77 

Rural air, aluminum vs., 115, 118 

cadmium, 175-177 
chromium alloys vs., 316, 317 
chromium plate vs., 337 
copper vs., 398, 424 
copper (high) alloys vs., 451 
as corrosive, 49 
iron vs., 243, 244 
lead vs., 222 
nickel vs., 366, 368, 398 
nickel-copper alloys vs., 398, 399 
nickel-iron alloys vs., 347 
nickel plate, 352 
zinc, 168-171 
Rust, 230, 231, 234, 243, 257 
Rustless steel (see Chromium alloys) 


Salt solutions (see also Brines, Sea 
water, Sodium chloride, etc.), alu- 
minum vs., 130-134 

chromium vs., 335 
chromium alloys vs., 287, 310-312 
chromium plate vs., 335, 337 
copper vs., 418-419 
copper (high) alloys vs., 432, 445-447 
as corrosive, 68-70 
iron vs., 230-246 
nickel vs., 354, 355, 365-366 
nickel-copper alloys vs., 393 
nickel-iron alloys vs., 345 
nickel plate 35] 
tin vs., 198-199 
zinc, 163-166 . 

Salicylic acid, aluminum vs., 145 


Salt spray, aluminum vs., 114, 116, 125 
chromium alloys vs., 312, 313 
magnesium vs., 109 

Salt water (see also Sea water), mag- 

nesium vs., 109-110 
nickel-copper alloys vs., 381 
Scale on iron, 74, 94 
Screen wire corrosion, photograph of, 
82 

Sea air, aluminum vs., 118, 126-129 
cadmium, 175-177 
chromium alloys vs., 287, 316-317 
chromium plate vs., 337 
copper vs., 398, 424 
copper (high) alloys vs., 451 
as corrosive, 50, 52 
iron vs., 243, 244 
lead vs., 222 
magnesium vs., 108 
nickel vs., 366-368, 398 
nickel-copper alloys vs., 398, 399 
nickel-iron alloys vs., 347 
nickel plate, 352 
zinc, 168-171 

Sea water, aluminum vs., 100, 114, 116, 

117, 118, 119-120, 125, 129-130 
cadmium vs., 178 
chromium alloys vs., 100, 287, 288, 290, 
295, 313-314, 315 
chromium plated steel vs. 340 
comparison of various metals, 100 
as corrosive, 63, 70 
photograph of corrosion by, 86 
copper vs., 100, 422-423 
copper (high) alloys vs., 100, 431, 433, 
434, 437, 448-451 
iron vs., 100, 235-238, 245, 246, 263, 346 
lead vs., 100, 216 
nickel vs., 100, 354, 368 
nickel-copper alloys vs., 100, 395, 396 
nickel-iron alloys vs., 346, 347 
tin vs., 199 
zinc vs., 100, 158, 159, 163, 165 

Seams, galvanic corrosion at, 34 

Season ue (see Corrosion crack- 

ing 

Series (see Galvanic series) 

Shielded areas, 36 

Silicate salt solutions, copper (high) al- 

loys vs., 446 
as inhibitors in water, 67, 69 
lead vs., 215, 217 

Silicon-iron, 274-277 
acetic acid vs., 100, 275, 276, 277 
alkaline solutions vs., 277 
aluminum sulfate vs., 275 
ammonium hydroxide vs., 277 
as anode, 277 
calcium bisulfite vs., 277 
caustic alkaline solutions VS. 244 
in classification of corrosion, 17 
composition, 274, 276 
cyanide salts, 277 
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Siiicon-iron, ferric chloride vs., 275, 276 
ferric salts vs., 275, 276 
halide acids vs., 275, 276 
hydrochloric acid vs., 274, 275, 276 
hydrofluoric acid vs., 275, 276 
mine waters vs., 274, 275 
molybdenum in, 276 
nitric acid vs., 100, 274, 275, 276, 277 
non-oxidizing acids vs., 274, 275 
oleic acid vs., 275 
oxalic acid vs., 275 
oxidizing acids vs., 274, 275 
phosphoric acid vs., 274, 275, 276 
Picric acid vs., 275 
protective film, 274, 276, 277 
pyrogallic acid vs., 275 
resistance compared with other met- 
als, 100 
silica film, 274, 276, 277 
sodium chloride vs., 277 
sodium sulfate vs., 277 
stannic salts vs., 276 
sulfuric acid vs., 100, 274, 275, 276, 277 
sulfurous acid vs., 275, 
tin chloride vs., 276 
Silicon-manganese bronze (see Copper 
(high) alloys) 
Silver, electrolytic effect, 38 
solution pressure, 85 
Silver nitrate, aluminum vs., 134 
nickel vs., 366 
nickel-copper alloys vs., 394 
Silver salts, copper vs., 419 
copper (high) alloys vs., 446 
nickel vs., 366 
Silver solder, galvanic behavior, 384 
Silver sulfate, chromium alloys, vs., 302 
Smoke, 50, 51, 77 
Smoke scrubber conditions as corro- 
sive, 77 
molybdenum alloys vs., 282 
Soaps, aluminum vs., 146 
Sodium bicarbonate, aluminum vs., 146 
Sodium carbonate, aluminum vs., 134, 
146 
chromium alloys vs., 309 
copper (high) alloys vs., 447 
iron vs., 233, 234, 240, 256 
lead vs., 216 
nickel vs., 365 
nickel-copper alloys vs., 393, 394 
tin vs., 198 
zinc vs., 164 
Sodium carbonate, fused, chromium al- 
loys vs., 325, 326 
Sodium chlorate, copper vs., 412 
Sodium chloride, aluminum vs., 133-134, 
135 
cadmium-plate, 177-178 
-hromium alloys vs., 290, 295, 296, 311 
a a SB hi yi 
copper VS., / 
See (high) alloys vs., 357, 445, 446 


Sodium chloride, as corrosive, 69 
iron vs., 158, 235, 260, 261, 262, 346, 
355, 408 
lead vs., 206, 215 
magnesium vs., 106, 109-110 
nickel vs., 346, 365 
nickel-copper alloys vs., 296, 393, 394 
nickel-iron alloys vs., 346 
silicon-iron vs., 277 
tin vs., 198 
zinc vs., 158, 163, 164, 165 
Sodium chloride, fused, chromium al- 
loys vs., 325, 326 
Sodium chloride and hydrogen peroxide 
mixture, aluminum vs., 114, 132-133 
Sodium chromate, iron vs., 234 
Sodium citrate, tin vs., 194 
Sodium cyanide, nickel-copper alloys 
vs., 395 
Sodium cyanide, fused, chromium al- 
loys vs., 326 
Sodium dichromate, iron vs., 234 
Sodium hydroxide, aluminum vs., 100, 
145-148 
chromium alloys vs., 100, 259, 309, 325 
comparison of various metals, 100 
copper vs., 100, 416-417, 445 
copper (high) alloys vs., 100, 444-445 
as corrosive, 78 
iron vs., 100, 233, 234, 240, 241, 256-259 
lead vs., 100, 204, 214, 223 
nickel vs., 100, 363-364 
nickel-copper alloys vs., 100, 391-392 
nickel-iron alloys vs., 259, 346, 347 
tin vs., 100, 198 
zinc vs., 100, 159, 160, 162 
Sodium hypochlorite (see also Hypo- 
chlorites), chromium alloys vs., 312 
nickel-copper alloys vs., 394, 395 
zinc vs., 164 
Sodium nitrate, copper vs., 418, 419 
copper (high) alloys vs., 445 
nickel vs., 365 
Sodium phosphate, iron vs., 233, 234 
zinc vs., 164 
Sodium silicate, aluminum vs., 146 
iron vs., 234, 256 
nickel-copper alloys vs., 394 
Sodium sulfate, aluminum vs., 134 
chromium alloys vs., 295, 296 
copper vs., 418, 419 
copper (high) alloys vs., 445 
as corrosive, 6 
iron vs., 158, 240, 241, 296 
lead vs., 216 
nickel vs., 365 
nickel-copper alloys vs., 393 
nickel-iron alloys vs., 345 
silicon iron vs., 277 
zinc vs., 158, 163 
Sodium sulfate, fused, chromium alloys 
vs., 326 
Sodium sulfide, nickel vs., 366 
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Soft waters, lead vs., 217 
Soil waters, in classification of corro- 
sion, 17 
as corrosive, 52-55 
iron vs., 241 
lead vs., 203, 215, 219, 220, 221 
zinc vs., 166 


Solder (lead-tin), galvanic behavior, 
206, 354, 383, 384, 407 
lead in, 202 
tin in, 180 


Solution cells (see also Pitting, Water- 
line attack, etc.), in acids, 58 
aluminum, 117 
at barnacles, 70 
chromium alloy, 38, 287, 312, 313, 317 
in classification of corrosion, 17 
copper, 406, 422 
copper (high) alloys, 438, 449 
diagram of, 39, 40 
film cell and, 44, 87 
films and, 25 
as factor, 34-45 
Solution cell, as form of corrosion, 34-45 
iron, 236, 241 
movement of solution, 23 
in practical example, 26 
photograph of corrosion by, 28, 36 
on pipe lines, 54 
and pitting, 31, 32 
as rate factor, 24 
in soils, 54, 220 
zinc, 165 
Solution pressure, 
corrosion, 17 
as corrosion factor, 83-85 
Specific gravity, data on metals, 104 
Stainless steel and iron (see pea eEe 
alloys) 
Stannic chloride, aluminum vs., 134 
chromium alloys vs., 310 


in classification of 


nickel vs.. 366 
marae salt solutions, copper vs., 412, 
41 


copper (high) alloys vs., 444, 446 
nickel VS., 
silicon-iron vs., 276 
Stannous chloride, chromium alloys vs., 
310, 311 
Stannous salts, iron vs., 185 
Stannous ion, tin vs., 195 
Steam, aluminum vs., 148-149 
chromium alloys vs., 325 
chromium plated steel vs., 
lead vs., 223 
nickel vs., 370 
nickel-copper alloys vs., 399 


340 


iron vs., 234, 246, 264, 266, 348 
zinc, 172 
Steam (high temperature), chromium 
vs., 341 


as corrosive, 75 
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Steam (high temperature), nickel-iron 
alloys vs., 348 
Stearic acid, copper vs., 416 
nickel-copper alloys vs., 390-391 
Steel, 227-268 
Strain in metal, in classification of cor- 
rosion, 17 
as corrosion factor, 93 
pitting at, 32 


Strawberries, iron vs., 181, 182 
tin vs., 181, 182, 183 
“Stray currents,” 221, 241 


Strength, data on metals, 103 
Stress, in classification of corrosion, 17 
Stress-corrosion, aluminum, 116, 118-120 
cadmium plate, 178 
chromium alloys, 315 
chromium plate, 340 
copper (high) alloys, 435-438 
iron, 239, 240, 244-246 
lead, 204-205 
nickel, 352-354 
nickel-copper alloys, 396 
zinc, 171-172 
Succinic, iron vs., 190 
tin vs., 190, 195 
Sugar-salt mixtures, 
vs., 316 
Sulfate salts, as corrosion product, 76 
Sulfate salt solutions, lead vs., 215 
Sulfide salt solutions, nickel-copper al- 
loys vs., 393 
Sulfidizing acid, molybdenum alloys vs., 
283 


chromium alloys 


Sulfur, copper vs., 426 
Sulfur (in water), nickel-copper alloys 
vs., 391 
Sulfur substances (see also Hydrogen 
sulfide, Sulfur dioxide, etc.), in air, 
49, 50 
chromium-plate vs., 342 
in classification of corrosion, 17 
copper vs., 426 
as corrosive, 75, 76-78 
organic, 71 
in soils, 53 
Sulfur dioxide (in solution) (see Sul- 
furous acid) 
Sulfur dioxide (high 
chromium vs., 341 
chromium alloys VS., 
324, 92 
as corrosive, 75 
iron vs., 264. 323, 348 
nickel vs., 375, 376 
nickel- -copper alloys vs., 401 
nickel-iron alloys vys., 348 
Sulfur gases (high temperature) alu- » 
minum vs., 148 
iron vs., 264, 268 
nickel vs., 373, 375 
nickel-copper vs., 
zinc vs., 172 


temperatures), 


286. 317, 318, 323- 


382, 401 
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Sulfuric acid, aluminum vs., 100, 137, 
138, 139, 140, 141, 142 
chromium vs., 335, 338 
chromium alloys vs., 22, 100, 286, 290, 
294, 296, 297, 298, 300-302, 303, 304 
comparison of various metals, 100 
copper vs., 100, 357, 358, 408, 409, 410, 
411, 412, 414-415, 416 
copper (high) alloys vs., 100, 435, 438, 
442, 443, 444 
as corrosive, 55, 57 
lead vs., 100, 203, 205, 206, 207, 208- 
211, 212, 214 
molybdenum alloys vs., 282-283 
ees vs., 100, 345-354, 355, 358-359, 
nickel-copper alloys vs., 21, 22, 100, 
296, 384, 385-387 
nickel-iron alloys vs., 344, 345 
silicon-iron vs., 100, 274, 275, 276, 277 
tin vs., 21, 100, 193, 194 
zinc vs., 100 
Sulfuric-copper sulfate solution, chro- 
mium alloys vs., 291, 292, 293, 294, 
301, 303 
Sulfuric-nitric acid, 
vs., 287 
Sulfurous acid, aluminum vs., 142 
chromium alloys vs., 290, 295, 296, 302- 


chromium alloys 


304 
copper vs., 409, 413 
copper (high) alloys vs., 296, 443, 444 
as corrosive, 59, 77 
lead vs., 203, 206, 209 210, 213 
molybdenum alloys vs., 282 
nickel vs., 358, 362 
nickel-copper alloys vs., 384, 388 
silicon-iron vs., 27 7 
Surface condition (metal), in classifica- 
tion of corrosion, 17 
as corrosion factor, 93-94 


Tank corrosion, 26, 45, 61, 101 
Tannic acid, nickel-copper alloys vs., 
384 
Tannin, iron vs., 240 
Tartaric acid, aluminum vs., 140, 145-146 
chromium alloys vs., 298, 307, 308, 316 
copper vs., 410, 416 
as corrosive, 72 
iron vs., 181, 250 
nickel vs., 358, 362 
nickel-copper alloys vs., 384, 390 
tin vs., 181, 196 
Temperature, in classification of corro- 
sion, 17 
as rate factor, 25-26 
Tensile properties, effect of corrosion 
on aluminum, 114, 127, 128, 129, 130 
Terne plate, 199, 221 
Test methods, for aluminum, 113-114 
zinc coatings, 158 
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Tetrachlorethane, copper vs., 427 
nickel vs., 377 
Tin and tin plate, 180-199 

acetic acid vs., 100, 190, 193, 194, 195 

acids vs., 193-196 

air vs., 100, 199 

alkaline solutions vs., 197-198 

aluminum chloride vs., 198 

ammonium hydroxide vs., 198 

amphoteric nature, 197 

apple juice vs., 182, 197 

beets: vs., 182 

blackberries vs., 181, 182, 183 

butyric acid vs., 194 

calcium carbonate vs., 198 

carbonic acid vs., 199 

caustic alkaline solutions vs., 197-198 

cherries vs., 181, 182, 183 

Sa acid vs., 181, 186, 190, 194, 195, 
1 

in classification of corrosion, 17 

coating on copper, 189 

coating on steel (see Tin plate and 
Tin can) 

condensed milk vs., 197 

cranberry juice vs., 182 

dewberry juice vs., 182 

distilled water vs., 199 

dried prunes and citric acid vs., 186 

elderberry juice vs., 182 

evaporated milk vs., 197 

ferric chloride vs., 198 

food products vs., 196-198 

fresh- water vs., 100 

galvanic behavior, 33, 121, 182, 183, 
184-186, 187, 188, 189, 190, 191, 196, 
260, 262, 354, 382, 383, 407, 432 

grape juice vs., 182, 197 

grapefruit vs., 181 

high temperature conditions vs., 199 

hydrochloric acid vs., 184, 193, 194, 195 

hypochlorite solutions vs., 198-199 

impurities, effect of, 199 

lactic acid vs., 194 

lemon juice vs., 197 

magnesium chloride vs., 198 

malic acid vs., 181, 190, 194, 195, 196 

malonic acid vs., 190, 195 

methods of coating steel, 180 

milk vs., 196, 197 

nitric acid vs., 100, 193, 194 

overvoltage of, 181, 185, 193 

oxalic acid vs., 181, 196 

peach juice vs., 182 

in pewter, 180 

pineapple vs., 181 

plums vs., 183 ; ; 

pores and fractures in coating on 
steel 182 

prune juice vs., 183 

raspberry juice vs., 182 

resistance compared with other met- 
als, 100 
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Tin and tin plate, rhubarb vs., 181, 182 
salt solutions vs., 198-199 
sea water vs., 199 
sodium carbonate vs., 198 
sodium chloride vs., 198 
sodium citrate vs., 194 
sodium hydroxide vs., 100, 198 
in solder, 180 
stannous salts vs., 195 
strawberries vs., 181, 182, 183 
succinic acid vs., 190, 195 
sulfuric acid vs., 21, 100, 193, 194 
tartaric acid vs., 181, 196 
in terne plate, 199 
tin can, 181-192 
tomato juice vs., 182, 197 
toxicity, 189 
water vs., 199 j 
Tin bronze (see Copper (high) alloys) 
Tin chloride (see also Stannic chloride, 
Stannous chloride), chromium alloys 
vs., 310 
nickel-copper alloys vs., 394 
silicon-iron vs., 276 
Tin salt solutions, aluminum vs., 138 
iron vs., 234 
molybdenum alloys vs., 279 
Tomato juice, aluminum vs., 136 
chromium alloys vs., 316 
copper vs., 421 
iron vs., 182 
nickel vs., 371, 372 
tin vs., 182, 197 
Toxicity, aluminum, 135-136 
chromium, 316 
copper, 419-420 
iron, 242 
lead, 217, 219 
nickel, 370, 372 
nickel-copper alloys, 397 
tin, 189 
tin can, 189 
zinc, 167-168 
Trichloracetic acid, chromium alloys 
vs., 
Trichlorethylene, copper vs., 427, 428 
nickel vs., 37 
nickel-copper alloys vs., 402 
eetie ak phosphate, aluminum vs., 


iron vs., 240 247, 257 
nickel-copper alloys vs., 394 
Turbulence, in condenser tubes, 70 
Turpentine, lead vs., 223 
Tin can, 181-192 
acidity effect, 186-187, 189 
anthocyanin pigments in, 184 
apples vs., 189 
apple juice vs., 191 
apricot juice vs., 191 
asparagus vs., 192 
artichokes vs., 192 
beans vs., 192 


Tin can, beef, corned, vs., 192 


beets vs., 191 

blackberries vs., 191 

blueberries vs., 187-188, 191 

carrots vs., 192 

cherries vs., 187-188, 191 

chicken vs., 192 

chili con carne vs., 192 

citric acid vs., 187 

clams vs., 192° 

colored substances as oxidizers, 184, 
187-188 

corn vs., 189, 192 

crabs vs., 192 

cranberry juice vs., 191 

decoloration of product, 187 

enameled (see lacquered) 

figs vs., 192 

frankfurters vs., 192 

gooseberries vs., 191 

grapefruit juice vs., 191 

ham vs., 192 

hominy vs., 192 

“hydrogen swell” (see “springer’”) 

inhibitors in, 189-190 

lacquered 184, 187-189, 191-192 

lobster vs., 192 . 

loganberries vs., 187-188 

tin can, its nature, 181 

okra vs., 192 

onions vs., 192 

orange juice vs., 191 

overvoltage in, 185, 189 

oxidizers in, 73, 183, 184, 185, 186, 187, 
188, 189 

oysters vs., 192 

peaches vs., 191 

pears vs., 191 

peas vs., 189, 192 

“perforator,” 183, 187, 189 

pickles vs., 191 

pickup of tin, 189 

pimientos vs., 191 

polarity within, 183, 184-186, 191 

pores and fractures, 182 

potato vs., 192 

prunes vs., 187, 191 

pumpkin vs., 189, 191 


~ raspberries vs., 191 


rhubarb vs., 191 

salmon vs., 192 

sauerkraut vs., 191 

sausage vs., 192 

shrimp vs., 192 

spaghetti vs., 192 

spinach vs., 192 

“springer,” 183, 186, 187, 189 
stannous ions as inhibitor, 189, 190 
strawberries vs., 187-188, 191 
string beans vs, 189, 192 
succotash ys., 192 

sulfur food products vs., 187, 191 
tamales vs., 192 
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Tin can, temperature effect, 183, 187-188 


tomatoes vs., 189; 191 
tongue vs., 192 
toxicity, 189 

tripe vs., 192 

tuna vs., 192 

turnips vs., 192 


Unit, rate of corrosion, 102, 103 
“Urban air, aluminum vs., 100, 115, 126- 


129 
cadmium, 175-178 
chromium alloys vs., 100, 287, 316-317 
chromium plate vs., 337 
comparison of various metals, 100 
copper vs., 100, 398, 407, 423-424 
copper (high) alloys vs., 100, 435, 451- 
452 
as corrosive, 50, 51 
iron vs., 100, 242-244 
lead vs., 100, 222 
magnesium vs., 108 
nickel vs., 100, 366-368, 398 
nickel-copper alloys vs., 100, 398, 399 
nickel-iron alloys vs., 347 
nickel plate, 351, 352 
zinc vs., 100, 168-171 


Vegetables, nickel vs., 371 
nickel-copper alloys vs., 397 


_ Vichy water, lead vs., 217 


Vinegar, aluminum vs., 139 
copper (high) alloys, 441 
lead vs., 208 
nickel vs., 371 
Vinegar-salt mixtures, chromium alloys 
vs., 316 


Water vs., aluminum, 129-130 
chromium vs., 335 
chromium alloys vs., 312-315 
copper vs., 406, 421-423 
copper (high) alloys vs., 432, 447-451 
iron vs., 230-246 
lead vs., 204, 215-221 
magnesium vs., 106, 109-110 
nickel, 368-370 
nickel-copper alloys vs., 382, 395-396 
nickel-iron alloys vs., 345 
nickel plate, 351 
tin vs., 199 
zinc vs., 163-164 
Water line attack, aluminum 118, 129 
copper (high) alloys, 444, 446-447 
nickel, 376 
nickel-copper alloys, 395 
Water vapor, at high temperature, 75 
Wind, as factor, 51 
“Wire-drawing” (steam), nickel-copper 
alloys, 399 


X-ray, as tool of measurement, 32 
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Zinc and zinc coatings, 154-172 

acetic acid vs., 100, 161, 162 

acids vs., 161-162 

air vs., 89, 158, 166-172 

air (high temperature) vs., 172 

alkaline solutions vs., 162 

ammonium chloride vs., 164 

ammonium hydroxide vs., 162 

amphoteric nature, 162 

arabic acid vs., 162 

battery, dry cell, 159 

brines vs., 166 

calcium bicarbonate vs., 158 

carbonic acid vs., 158, 163, 167 

in classification of corrosion, 17 

composition, 156 

corrosion fatigue, 171-172 

distilled water vs., 159, 160, 161, 163, 
165, 167 

electroplating, 155 

ferroxyl test for coatings, 158 

food products vs., 166-168 

fresh water vs., 100, 158, 159, 164, 165, 
166, 167, 171 

galvanic behavior, 33, 107, 121, 123, 
124, 158-159, 260, 262, 295, 335, 354, 
382, 383, 432 

galvanizing, 154 

general resistance, 155-156 

high temperature conditions vs., 172 

hydrate film, 159, 160, 161 

hydrochloric acid vs., 159, 160, 161, 162 

impurities, effect of, 156-157, 169, 170, 
171 

lemonade vs., 167 

magnesium sulfate vs., 158, 165 

methods of applying coatings, 154-155 

milk vs., 167 

nature of coatings, 157 

nitric acid vs., 100 

oleic acid vs., 162 

orangeade vs., 167 

photoengraving, use in, 162 

pitting, 163, 165 

potassium chloride vs., 163 

potassium dichromate vs., 163, 164 

potassium nitrate vs., 163 

potassium sulfate vs., 163, 165 

protective film, 159, 160, 161 

resistance compared with other 
metals, 100 

rural air 168-171 

salt solutions, 163-166 

sea water vs., 100, 158, 159, 163, 165 

sherardizing, 154 

sodium carbonate vs., 164 

sodium chloride vs., 158, 163, 164, 165 

sodium hydroxide vs., 100, 159, 160, 
162 

sodium hypochlorite vs., 164 

sodium phosphate vs., 164 

sodium sulfate vs., 158, 163 

soil water vs., 166 
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Zinc and zinc coatings, solution cells, 
165 
spray coating, 155 
steam vs., 172 
stress-corrosion. 171-172 
sulfur gases (high temperature) vs., 
172 


sulfuric acid vs., 100 

test methods for coatings, 158 
thickness of coatings on steel, 157 
toXicity, 167-168 


Zinc and zinc coatings, urban air vs. 
100, 168-171 ; 
water vs., 163-166 
Zinc carbonate, nickel vs., 365 
pi0e ee chromium alloys vs., 310, 
11 
copper vs., 419 
nickel vs., 365 
Zinc nitrate, nickel vs., 365 
Zinc sulfate, iron vs., 233, 234 
nickel vs., 365 
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